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CARBON PRECURSORS FOR USE DURING
SILICON EPITAXIAL FILM FORMATION

The present application claims priority to U.S. Provisional
Patent Application Ser. No. 60/785,740, filed Mar. 24, 2006

and entitled “CARBON PRECURSORS FOR USE DUR-
ING SILICON EPITAXIAL FILM FORMATION”, which is
incorporated by reference herein 1n 1ts entirety for all pur-
poses.

CROSS-REFERENCE TO RELATED
APPLICATIONS

The present application 1s also related to U.S. patent appli-
cation Ser. No. 11/001,774, filed Dec. 1, 2004 and U.S. patent
application Ser. No. 11/227,974, filed Sep. 14, 2005 , which

are both hereby incorporated by reference herein in their
entirety for all purposes.

FIELD OF THE INVENTION

Embodiments of the invention generally relate to the field
of electronic manufacturing processes and devices, more par-
ticular, to methods of depositing silicon-containing films
while forming electronic devices.

BACKGROUND

As smaller transistors are manufactured, ultra shallow
source/drain junctions are becoming more challenging to pro-
duce. Generally, sub-100 nm CMOS (complementary metal-
oxide semiconductor) devices require a junction depth to be
less than 30 nm. Selective epitaxial deposition 1s often uti-
lized to form epilayers of silicon-contaiming materials (e.g.,
S1, S1Ge and S1C) mto the junctions. Generally, selective
epitaxial deposition permits growth of epilayers on silicon
moats with no growth on dielectric areas. Selective epitaxy
can be used within semiconductor devices, such as elevated
source/drains, source/drain extensions, contact plugs or base
layer deposition of bipolar devices.

Generally, a selective epitaxy process involves a deposition
reaction and an etch reaction. The deposition and etch reac-
tions occur simultaneously with relatively different reaction
rates to an epitaxial layer and to a polycrystalline layer. Dur-
ing the deposition process, the epitaxial layer i1s formed on a
monocrystalline surface while a polycrystalline layer 1s
deposited on at least a second layer, such as an existing
polycrystalline layer and/or an amorphous layer. However,
the deposited polycrystalline layer 1s generally etched at a
faster rate than the epitaxial layer. Therefore, by changing the
concentration of an etchant gas, the net selective process
results 1n deposition of epitaxy material and limited, or no,
deposition of polycrystalline material. For example, a selec-
tive epitaxy process may result in the formation of an epilayer
of silicon-containing material on a monocrystalline silicon
surface while no deposition 1s leit on the spacer.

Selective epitaxy deposition of silicon-containing materi-
als has become a useful techmque during formation of
elevated source/drain and source/drain extension features, for
example, during the formation of silicon-containing MOS-
FET (metal oxide semiconductor field effect transistor)
devices. Source/drain extension features are manufactured by
etching a silicon surface to make a recessed source/drain
feature and subsequently filling the etched surface with a
selectively grown epilayers, such as a silicon germanium
(S1Ge) material. Selective epitaxy permits near complete
dopant activation with 1n-situ doping, so that the post anneal-
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ing process 1s omitted. Therefore, junction depth can be
defined accurately by silicon etching and selective epitaxy.
On the other hand, the ultra shallow source/drain junction
inevitably results 1n increased series resistance. Also, junc-
tion consumption during silicide formation increases the
series resistance even further. In order to compensate for
junction consumption, an elevated source/drain 1s epitaxially
and selectively grown on the junction. Typically, the elevated
source/drain layer 1s undoped silicon.

However, current selective epitaxy processes have some
drawbacks. In order to maintain selectivity during present
epitaxy processes, chemical concentrations of the precursors,
as well as reaction temperatures must be regulated and
adjusted throughout the deposition process. If not enough
s1licon precursor 1s administered, then the etching reaction
may dominate and the overall process 1s slowed down. Also,
harmiul over etching of substrate features may occur. If not
enough etchant precursor 1s administered, then the deposition
reaction may dominate reducing the selectivity to form
monocrystalline and polycrystalline materials across the sub-
strate surface. Also, current selective epitaxy processes usu-
ally require a high reaction temperature, such as about 800°
C., 1,000° C. or higher. Such high temperatures are not desir-
able during a fabrication process due to thermal budget con-
siderations and possible uncontrolled nitridation reactions to
the substrate surface.

Therefore, there 1s a need to have a process for selectively
and epitaxially depositing silicon and silicon-containing
compounds with optional dopants. Furthermore, the process
should be versatile to form silicon-containing compounds
with varied elemental concentrations while having a fast

deposition rate and maintaining a process temperature, such
as about 800° C. or less, and preferably about 700° C. or less.

SUMMARY OF THE INVENTION

In some aspects, the present invention provides a method of
forming an epitaxial {ilm on a substrate including providing a
substrate; exposing the substrate to a silicon source and at
least one of StH2(CH3)2, SitH(CH3)3, S1(CH3)4, 1,3-dis1la-
butane, and C2H2, at a temperature of greater than about 250
degrees Celsius and a pressure greater than about 1 Torr so as
to form an epitaxial film on at least a portion of the substrate;
and exposing the substrate to an etchant so as to etch the
epitaxial film and any other films formed during the film
forming.

In some other aspects, the present ivention provides a
method of forming an epitaxial film on a substrate including
providing a substrate; exposing the substrate to a silicon
source and at least one of S1IH2(CH?3)2, S1tH(CH3)3, S1(CH3)
4, 1,3-disilabutane, and C2H2, so as to form an epitaxial film
on at least a portion of the substrate; and exposing the sub-
strate to an etchant so as to etch the epitaxial film and any
other films formed during the film forming.

In yet other aspects, the present mmvention provides a
method of forming an epitaxial {ilm on a substrate including
providing a substrate, wherein the substrate 1s at least one of
a silicon-on-insulator substrate and a bulk substrate, for use in
recess source/drain metal oxide semiconductor field effect
transistors; exposing the substrate to a silicon source and at
least one of StH2(CH3)2, SiH(CH3)3, S1(CH3)4, 1,3-dis1la-
butane, and C2H2, so as to form an epitaxial film on at least a
portion of the substrate; and exposing the substrate to an
ctchant so as to etch the epitaxial film and any other films
formed during the film forming.

In still yet other aspects, the present mnvention provides a
method of forming an epitaxial film on a substrate including
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providing a substrate; exposing the substrate to a silicon
source and at least one of SIH2(CH3)2, SitH(CH3)3, S1{CH3)
4, 1,3-disilabutane, and C2H2, so as to form an epitaxial film
on at least a portion of the substrate; and exposing the sub-
strate to an etchant so as to etch the epitaxial film and any
other films formed during the film forming for forming chan-
nels for metal oxide semiconductor field effect transistor
devices.

Other features and aspects of the present mvention will
become more fully apparent from the following detailed
description, the appended claims and the accompanying
drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

So that the manner 1n which the above recited features of
the present invention can be understood in detail, a more
particular description of the mnvention, briefly summarized
above, may be had by reference to embodiments, some of
which are 1llustrated in the appended drawings. It 1s to be
noted, however, that the appended drawings illustrate only
typical embodiments of this invention and are therefore not to
be considered limiting of its scope, for the invention may
admuit to other equally effective embodiments.

FI1G. 11s a flow chart describing a process to selectively and
epitaxially deposit silicon-containing materials 1n at least one
embodiment described herein.

FIGS. 2A-2E show schematic 1llustrations of fabrication
techniques for a source/drain extension device within a MOS-
FET.

FIGS. 3A-C show several devices containing selectively
and epitaxially deposited silicon-containing layers by apply-
ing embodiments described herein.

FI1G. 41s a flow chart describing a process to selectively and
epitaxially deposit silicon-containing materials 1 another
embodiment described herein.

FIG. 5 15 a flowchart of a first method for employing Cl12
during silicon epitaxial film formation.

FI1G. 6 1s a flowchart of a second method for employing C12
during silicon epitaxial film formation.

FI1G. 7 1s a flowchart of a third method for employing Cl12
during silicon epitaxial film formation.

FI1G. 8 15 a flowchart of a fourth method for employing Cl12
during silicon epitaxial film formation.

FIG. 9 1s a block diagram of an exemplary epitaxial film
formation system.

FIG. 10 1s a flow chart depicting a first example process to
selectively and epitaxially deposit silicon-containing materi-
als according to embodiments of the present invention.

FI1G. 11 1s a flow chart depicting a second example process
to selectively and epitaxially deposit silicon-containing mate-
rials according to embodiments of the present invention.

FI1G. 12 1s a flow chart depicting a third example process to
selectively and epitaxially deposit silicon-containing materi-
als according to embodiments of the present invention.

FIG. 13 1s a flow chart depicting a fourth example process
to selectively and epitaxially deposit silicon-containing mate-
rials according to embodiments of the present invention.

DETAILED DESCRIPTION

The 1introduction of carbon into silicon epitaxial films may
produce beneficial electrical properties such as improving the
clectrical characteristics ol the channel of a metal oxide semi-
conductor field etfect transistor (MOSFET). However, such
beneficial electrical properties generally are achieved when
carbon 1s substitutionally, rather than interstitially, incorpo-
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rated within a silicon lattice. At substrate processing tempera-
tures of about 600 degrees Cels1us or less, most carbon atoms
are substitutionally incorporated into a silicon lattice during
an epitaxial formation process. At higher substrate tempera-
tures, such as about 700 degrees Celsius or more, significant
interstitial carbon incorporation may occur. For this reason, 1t
1s desirable to employ substrate temperatures below about
700 degrees Celsius, and more preferably substrate tempera-
tures below about 600 degrees Celsius, when forming carbon-
containing silicon epitaxial films.

Conventional silicon epitaxial film formation processes
employ H2, HCI and a silicon source such as dichlorosilane
and are performed at a substrate temperature above about 700
degrees Celsius (e.g., to dissociate HCI and/or the silicon
source). One approach to reduce the epitaxial film formation
temperature 1s to employ Cl2 1n place of HCI, as Cl2 disso-
ciates elfficiently at lower temperatures (e.g., about 600
degrees Celsius or less). Because of incompatibility between
hydrogen and Cl12, a carrier gas other than hydrogen, such as
nitrogen, may be employed with CI2. Similarly, a silicon
source having a lower dissociation temperature may be
employed (e.g., silane, disilane, etc.).

As described 1n U.S. patent application Ser. No. 11/227,
974, filed Sep. 14, 2005 , the use of C12 as the etchant gas for
a silicon epitaxial film formation process may lead to poor
surface morphology of the resultant silicon epitaxial film.
While not wishing to be bound by any particular theory, it 1s
believed that Cl2 may overagressively attack a silicon epi-
taxial film surface, producing pitting or the like. The use of
Cl12 has been found to be particularly problematic when the
s1licon epitaxial film contains carbon.

U.S. patent application Ser. No. 11/2277,974, filed Sep. 14,
2005 provides methods for employing C12 as an etchant gas
during a silicon epitaxial film formation process that may
improve epitaxial film surface morphology. The methods
may be used, for example, with the alternating gas supply
(AGS) process described below with reference to FIGS. 1-4
and U.S. patent application Ser. No. 11/001,774, filed Dec. 1,
2004,

In some embodiments, described below with reference to
FIG. §, both CI2 and HCI are employed during an etch phase
of a silicon epitaxial film formation process. The presence of
HCIl appears to reduce the aggressiveness of the Cl12, even for
reduced substrate temperatures at which little HCI may dis-
sociate (e.g., about 600 degrees Celsius or less). Further,
during an AGS process, HCl may be continuously flowed
during deposition and etch phases of the process (e.g., to
improve surface morphology) as described below with refer-
ence to FIG. 6.

As stated above, the use of Cl2 with carbon-containing
silicon epitaxial films may produce epitaxial films having
poor surface morphology (e.g., pitting). In some embodi-
ments, described below with reference to FIG. 7, any carbon-
containing silicon epitaxial films may be “encapsulated”
prior to being exposed to CI2 during an etch phase. A carbon-
containing silicon epitaxial film may be encapsulated, for
example, via a silicon epitaxial film formed without a carbon
source (a “non-carbon containing silicon epitaxial film™) as
described below with reference to FIG. 8.

When employing a conventional selective epitaxial pro-
cess or an AGS process, it may be advantageous to utilize
specific carbon precursors within certain temperature and
pressure ranges. The present mvention provides carbon pre-
cursors and operating parameters for use with conventional
epitaxial processes and/or AGS processes (e.g., so as to
improve substitutional incorporation of carbon in a silicon
lattice during epitaxial film formation).




US 7,598,178 B2

S

In a first embodiment of the invention, S1:C or S1Ge:C may
be formed using an AGS process and a carbon source such as
S1H3CH3, SiH2(CH3)2, SitH(CH3)3, Si(CH3)4, 1,3-disila-
butane, C2H2, etc.

In a second embodiment of the invention, S1:C or S1Ge:C
may be formed using a conventional selective epitaxial film
formation process, an AGS process or any other epitaxial film
formation process and a carbon source such as SIH2(CH3)2,
S1H(CH?3)3, S1{CH3)4, 1,3-disilabutane, C2H2, etc. at a tem-
perature ol greater than about 250 degrees Celsius and a
pressure greater than about 1 Torr.

In a third embodiment of the invention, S1C may be formed

using a selective epitaxial film formation process and a car-
bon source such as S1tH3CH3, SiH2(CH3)2, SiH(CH3)3,

S1(CH3)4, 1,3-disilabutane, C2H2, etc., on silicon-on-insu-
lator (SOI) substrates, bulk substrates, etc., for recess source/
drain MOSFFET applications.

In a fourth embodiment of the invention, S1:C or S1Ge:C
may be formed using a non-selective process and a carbon
source such as S1IH2(CH3)2, S1H(CH3)3, S1(CH?3 )4, 1,3-dis1-
labutane, C2H2, etc. for channel formation of a MOSFET
device.

Alternative Gas Supply Epitaxial Film Formation Process

U.S. patent application Ser. No. 11/001,774, filed Dec. 1,
2004 generally provides processes to selectively and epitaxi-
ally deposit silicon-containing materials on monocrystalline
surfaces of a substrate during fabrication of electronic
devices. A patterned substrate containing a monocrystalline
surface (e.g., silicon or silicon germanium) and at least a
secondary surface, such as an amorphous surface and/or a
polycrystalline surface (e.g., oxide or nitride), 1s exposed to
an epitaxial process to form an epitaxial layer on the monoc-
rystalline surface while forming limited or no polycrystalline
layer on the secondary surfaces. The epitaxial process, also
referred to as the alternating gas supply (AGS) process,
includes repeating a cycle of a deposition process and an
etching process until the desired thickness of an epitaxial
layer 1s grown.

The deposition process includes exposing the substrate
surface to a deposition gas containing at least a silicon source
and a carrier gas. The deposition gas may also include a
germanium source or carbon source, as well as a dopant
source. During the deposition process, an epitaxial layer 1s
formed on the monocrystalline surface of the substrate while
a polycrystalline layer 1s formed on secondary surfaces, such
as amorphous and/or polycrystalline surfaces. Subsequently,
the substrate 1s exposed to an etching gas. The etching gas
includes a carrier gas and an etchant, such as chlorine gas or
hydrogen chloride. The etching gas removes silicon-contain-
ing materials deposited during the deposition process. During
the etching process, the polycrystalline layer 1s removed at a
taster rate than the epitaxial layer. Therefore, the net result of
the deposition and etching processes forms epitaxially grown
silicon-containing material on monocrystalline surfaces
while minimizing growth, if any, of polycrystalline silicon-
containing material on the secondary surfaces. A cycle of the
deposition and etching processes may be repeated as needed
to obtain the desired thickness of silicon-containing materi-
als. The silicon-containing materials which can be deposited
in some embodiments include silicon, silicon germanium,
s1licon carbon, silicon germanium carbon, and dopant vari-
ants thereof.

In one example of the AGS process, use of chlorine gas as
an etchant lowers the overall process temperature below
about 800° C. In general, deposition processes may be con-
ducted at lower temperatures than etching reactions, since
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ctchants often need a high temperature to be activated. For
example, silane may be thermally decomposed to deposit
silicon at about 500° C. or less, while hydrogen chlonde
requires an activation temperature of about 700° C. or higher
to act as an effective etchant. Therefore, if hydrogen chloride
1s used during an AGS process, the overall process tempera-
ture 1s dictated by the higher temperature required to activate
the etchant. Chlorine contributes to the overall AGS process
by reducing the required overall process temperature. Chlo-
rine may be activated at a temperature as low as about 500° C.
Theretfore, by incorporating chlorine into the AGS process as
the etchant, the overall AGS process temperature may be
significantly reduced, such as by 200° C. to 300° C., over
processes which use hydrogen chlornide as the etchant. Also,
chlorine etches silicon-containing materials faster than
hydrogen chloride. Theretfore, chlorine etchants increase the
overall rate of the AGS process.

In another example of the AGS process, an 1nert gas, such
as nitrogen, 1s used as a carrier gas during the deposition and
ctching processes, istead of a traditional carrier gas, such as
hydrogen. The use of an 1nert carrier gas has several attributes
during an AGS process. For one, an 1nert carrier gas may
increase the deposition rate of the silicon-containing mate-
rial. While hydrogen may be used as a carrier gas, during the
deposition process, hydrogen has a tendency to adsorb or
react with the substrate to form hydrogen-terminated sur-
faces. A hydrogen-terminated surface reacts much slower to
epitaxial growth than a bare silicon surface. Therefore, the
use of an 1ert carrier gas increases the deposition rate by not
adversely eflecting the deposition reaction.

Although noble gasses, such as argon or helium, may be
used as an inert carrier gas, nitrogen 1s the economically
preferred inert carrier gas. Nitrogen 1s generally much less
expensive than hydrogen, argon or helium. One drawback
that may occur from using nitrogen as a carrier gas 1s the
nitridizing of materials on a substrate during deposition pro-
cesses. However, high temperature, such as over 800° C., 1s
required to activate nitrogen in such a manner. Therefore,
nitrogen 1s advantageously used as an 1nert carrier gas in AGS
processes conducted at temperatures below the nitrogen acti-
vation threshold. The combined effect of using chlorine as an
ctchant and nitrogen as a carrier gas greatly increases the rate
of the overall AGS process.

Throughout the application, the terms “silicon-containing”
materials, compounds, films or layers should be construed to
include a composition containing at least silicon and may
contain germanium, carbon, boron, arsenic, phosphorous gal-
lium and/or aluminum. Other elements, such as metals, halo-
gens or hydrogen may be incorporated within a silicon-con-
taining material, compound, film or layer, usually in part per
million (ppm) concentrations. Compounds or alloys of sili-
con-containing materials may be represented by an abbrevia-
tion, such as S1 for silicon, SiGe, for silicon germanium, SiC
for silicon carbon and S1GeC for silicon germanium carbon.
The abbreviations do not represent chemical equations with
stoichiometrical relationships, or any particular reduction/
oxidation state of the silicon-containing materials.

FIG. 1 illustrates an example of epitaxial process 100 used
to deposit a silicon-contaiming layer. The process 100
includes step 110 for loading a patterned substrate into a
process chamber and adjusting the conditions within the pro-
cess chamber to a desired temperature and pressure. Step 120
provides a deposition process to form an epitaxial layer on a
monocrystalline surface of the substrate while forming a
polycrystalline layer on the amorphous and/or polycrystal-
line surfaces of the substrate. During step 130, the deposition
process 1s terminated. Step 140 provides an etching process to
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ctch the surface of the substrate. Pretferably, the polycrystal-
line layer 1s etched at a faster rate than the epitaxial layer. The
ctching step either mimimizes or completely removes the
polycrystalline layer while removing only a marginal portion
of the epitaxial layer. During step 150, the etching process 1s
terminated. The thickness of the epitaxial layer and the poly-
crystalline layer, 11 any, 1s determined during step 160. If the
predetermined thickness of the epitaxial layer or the poly-
crystalline layer 1s achieved, then epitaxial process 100 is
terminated at step 170. However, if the predetermined thick-
ness 1s not achieved, then steps 120-160 are repeated as a
cycle until the predetermined thickness 1s achieved.

A patterned substrate 1s loaded i to a process chamber
during step 110. Patterned substrates are substrates that
include electronic features formed 1nto or onto the substrate
surface. The patterned substrate usually contains monocrys-
talline surfaces and at least one secondary surface that 1s
non-monocrystalline, such as polycrystalline or amorphous
surfaces. Monocrystalline surfaces include the bare crystal-
line substrate or a deposited single crystal layer usually made
from a material such as silicon, silicon germanmium or silicon
carbon. Polycrystalline or amorphous surfaces may include
dielectric materials, such as oxides or nitrides, specifically
s1licon oxide or silicon nitride, as well as amorphous silicon
surfaces.

Epitaxial process 100 begins by adjusting the process
chamber containing the patterned substrate to a predeter-
mined temperature and pressure during step 110. The tem-
perature 1s tailored to the particular conducted process. Gen-
crally, the process chamber 1s maintained at a consistent
temperature throughout epitaxial process 100. However,
some steps may be performed at varying temperatures. The
process chamber 1s kept at a temperature 1n the range from
about 250° C. to about 1,000° C., preferably from about 500°
C. to about 800° C. and more preferably from about 550° C.
to about 750° C. The appropriate temperature to conduct
epitaxial process 100 may depend on the particular precursors
used to deposit and/or etch the silicon-containing materials
during steps 120 and 140. In one example, 1t has been found
that chlorine (C1,) gas works exceptionally well as an etchant
for silicon-containing materials at temperatures lower than
processes using more common etchants. Therefore, 1n one
example, a preferred temperature to pre-heat the process
chamber 1s about 750° C. or less, preferably about 650° C. or
less and more preferably about 550° C. or less. The process
chamber 1s usually maintained at a pressure from about 0.1
Torr to about 200 Torr, preferably from about 1 Torr to about
50 Torr. The pressure may fluctuate during and between pro-
cess steps 110-160, but 1s generally maintained constant.

The deposition process 1s conducted during step 120. The
patterned substrate 1s exposed to a deposition gas to form an
epitaxial layer on the monocrystalline surface while forming
a polycrystalline layer on the secondary surfaces. The sub-
strate 1s exposed to the deposition gas for a period of time of
about 0.5 seconds to about 30 seconds, preferably from about
1 second to about 20 seconds, and more preferably from about
5 seconds to about 10 seconds. The specific exposure time of
the deposition process 1s determined in relation to the expo-
sure time during the etching process 1n step 140, as well as
particular precursors and temperature used 1n the process.
Generally, the substrate 1s exposed to the deposition gas long
enough to form a maximized thickness of an epitaxial layer
while forming a mimimal thickness of a polycrystalline layer
that may be easily etched away during subsequent step 140.

The deposition gas contains at least a silicon source and a
carrier gas, and may contain at least one secondary elemental
source, such as a germanium source and/or a carbon source.
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Also, the deposition gas may further include a dopant com-
pound to provide a source of a dopant, such as boron, arsenic,
phosphorous, gallium and/or aluminum. In an alternative
embodiment, the deposition gas may include at least one
ctchant, such as hydrogen chloride or chlorine.

The silicon source 1s usually provided into the process
chamber at a rate 1n a range from about 5 sccm to about 500
sccm, preferably from about 10 scem to about 300 scecm, and
more preferably from about 50 sccm to about 200 scem, for
example, about 100 sccm. Silicon sources useful in the depo-
sition gas to deposit silicon-containing compounds include
silanes, halogenated silanes and organosilanes. Silanes
include silane (S1H,) and higher silanes with the empirical
formulaS1 H,, ), suchas disilane (S1,Hy), trisilane (S1;Hy),
and tetrasilane (Si,H,,), as well as others. Halogenated
silanes 1nclude compounds with the empirical formula
X' S1.He, oy, Where X'=F, Cl, Bror I, such as hexachloro-
disilane (S1,Cly), tetrachlorosilane (S1Cl,), dichlorosilane
(Cl,S1H,) and trichlorosilane (Cl,SiH). Organosilanes
include compounds with the empirical formula R, Si
H s, .>_,, Where R=methyl, ethyl, propyl or butyl, such as
methylsilane ((CH,)SiH;), dimethylsilane ((CH,),S1H,),
ethylsilane ((CH,CH,)S1H,), methyldisilane ((CH,)S1,H.),
dimethyldisilane ((CH,),.S1,H,) and hexamethyldisilane
((CH,;)S1,). Organosilane compounds have been found to be
advantageous silicon sources as well as carbon sources 1n
embodiments which incorporate carbon 1n the deposited sili-
con-containing compound. The preferred silicon sources
include silane, dichlorosilane and disilane.

The silicon source 1s usually provided into the process
chamber along with a carrier gas. The carrier gas has a flow
rate from about 1 slm (standard liters per minute) to about 100
slm, preferably from about 5 slm to about 75 slm, and more
preferably from about 10 slm to about 50 slm, for example,
about 25 slm. Carrier gases may include nitrogen (N, ), hydro-
gen (H,), argon, helium and combinations thereof. An 1nert
carrier gas 1s preferred and includes nitrogen, argon, helium
and combinations thereof. A carrier gas may be selected
based on the precursor(s) used and/or the process temperature
during the epitaxial process 100. Usually the carrier gas 1s the
same throughout each of the steps 110-1350. However, some
embodiments may use different carrier gases in particular
steps. For example, nitrogen may be used as a carrier gas with
the silicon source 1n step 120 and with the etchant 1n step 140.

Preferably, nitrogen 1s utilized as a carrier gas in embodi-
ments featuring low temperature (e.g., <800° C.) processes.
Low temperature processes are accessible due 1n part to the
use ol chlorine gas 1n the etching process further discussed in
step 140. Nitrogen remains inert during low temperature
deposition processes. Therefore, nitrogen 1s not incorporated
into the deposited silicon-containing material during low
temperature processes. Also, a nitrogen carrier gas does not
form hydrogen-terminated surfaces as does a hydrogen car-
rier gas. The hydrogen-terminated surfaces formed by the
adsorption of hydrogen carrier gas on the substrate surface
inhibit the growth rate of silicon-containing layers. Finally,
the low temperature processes may take economic advantage
ol nitrogen as a carrier gas, since nitrogen 1s far less expensive
than hydrogen, argon or helium.

The deposition gas used during step 120 may also contain
at least one secondary elemental source, such as a germanium
source and/or a carbon source. The germanmium source may be
added to the process chamber with the silicon source and
carrier gas to form a silicon-containing compound, such as a
silicon germanium material. The germanium source 1s usu-
ally provided into the process chamber at a rate 1n the range
from about 0.1 sccm to about 20 sccm, preferably from about
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0.5 sccm to about 10 sccm, and more preferably from about 1
sccm to about 5 scem, for example, about 2 sccm. Germanium
sources useful to deposit silicon-containing compounds
include germane (GeH, ), higher germanes and organoger-
manes. Higher germanes include compounds with the empiri-
cal tormula Ge H, -, such as digermane (Ge,Hy), triger-
mane (Ge,Hy) and tetragermane (Ge H, ), as well as others.
Organogermanes include compounds such as methylgermane
((CH,)GeH,), dimethylgermane ((CH,),GeH,), ethylger-
mane ((CH,CH,)GeH,), methyldigermane ((CH,)Ge,H-),
dimethyldigermane ((CH,),Ge,H,) and hexamethyldiger-
mane ((CH,)Ge,). Germanes and organogermane com-
pounds have been found to be advantageous germanium
sources and carbon sources 1n embodiments while 1ncorpo-
rating germanium and carbon 1nto the deposited silicon-con-
taining compounds, namely S1Ge and S1GeC compounds.
The germanium concentration in the epitaxial layer 1s in the
range from about 1 at % to about 30 at %, for example, about
20 at %. The germanium concentration may be graded within
an epitaxial layer, preferably graded with a higher germanium
concentration in the lower portion of the epitaxial layer than
in the upper portion of the epitaxial layer.

Alternatively, a carbon source may be added during step
120 to the process chamber with the silicon source and carrier
gas to form a silicon-containing compound, such as a silicon
carbon material. A carbon source 1s usually provided into the
process chamber at a rate 1n the range from about 0.1 sccm to
about 20 sccm, preferably from about 0.5 sccm to about 10
sccm, and more preferably from about 1 sccm to about 5
sccm, for example, about 2 sccm. Carbon sources useful to
deposit silicon-containing compounds include organosilanes,
alkyls, alkenes and alkynes of ethyl, propyl and butyl. Such
carbon sources include methylsilane (CH,S1H,), dimethylsi-
lane ((CH,),S1H,), ethylsilane (CH,CH,SiH,), methane
(CH,), ethylene (C,H,), ethyne (C,H,), propane (C,H,), pro-
pene (C,H,), butyne (C,H,), as well as others. The carbon
concentration of an epitaxial layer 1s 1n the range from about
200 ppm to about 5 at %, preferably from about 1 at % to
about 3 at %, for example 1.5 at %. In one embodiment, the
carbon concentration may be graded within an epitaxial layer,
preferably graded with a lower carbon concentration in the

initial portion of the epitaxial layer than 1n the final portion of

the epitaxial layer. Alternatively, a germanium source and a
carbon source may both be added during step 120 into the
process chamber with the silicon source and carrier gas to
form a silicon-containing compound, such as a silicon ger-
manium carbon material.

The deposition gas used during step 120 may further
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clemental dopant, such as boron, arsenic, phosphorous, gal-
lium or aluminum. Dopants provide the deposited silicon-
containing compounds with various conductive characteris-
tics, such as directional electron flow 1n a controlled and

the silicon-containing compounds are doped with particular
dopants to achieve the desired conductive characteristic. In
one example, the silicon-containing compound 1s doped
p-type, such as by using diborane to add boron at a concen-
tration in the range from about 10> atoms/cm” to about 10~
atoms/cm”. In one example, the p-type dopant has a concen-
tration of at least 5x10'” atoms/cm’. In another example, the
p-type dopant is in the range from about 1x10°" atoms/cm” to
about 2.5x10%" atoms/cm’. In another example, the silicon-
containing compound 1s doped n-type, such as with phospho-
rous and/or arsenic to a concentration in the range from about
10" atoms/cm” to about 10°" atoms/cm™.
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A dopant source 1s usually provided into the process cham-
ber during step 120 at a rate 1n the range from about 0.1 sccm
to about 20 sccm, preferably from about 0.5 sccm to about 10
sccm, and more preferably from about 1 sccm to about 5
sccm, Tor example, about 2 sccm. Boron-containing dopants
usetul as a dopant source include boranes and organoboranes.
Boranes include borane, diborane (B,H,), triborane, tetrabo-
rane and pentaborane, while alkylboranes include com-
pounds with the empirical formula R BH_,,, where
R=methyl, ethyl, propyl or butyl and x=1, 2 or 3. Alkylbo-
ranes include trimethylborane ((CH,);B), dimethylborane
((CH,).BH), triethylborane ((CH,CH,);B) and diethylbo-
rane ((CH;CH,).BH). Dopants may also include arsine
(AsH,), phosphine (PH,) and alkylphosphines, such as with
the empirical formula R PH ;_,,, where R=methyl, ethyl,
propyl or butyl and x=1, 2 or 3. Alkylphosphines include
trimethylphosphine ((CH,);P), dimethylphosphine ((CH,),
PH), triethylphosphine ((CH,CH,);P) and diethylphosphine
((CH,CH,),PH). Aluminum and gallium dopant sources may
include alkylated and/or halogenated derivates, such as
described with the empirical formula R MX ;_ .., where
M=AIl or Ga, R=methyl, ethyl, propyl or butyl, X=Cl or F and
x=0, 1, 2 or 3. Examples of aluminum and gallium dopant
sources include trimethylaluminum (Me;Al), triethylalumi-
num (Et; Al), dimethylaluminumchloride (Me, AIC1), alumi-
num chloride (AICl,), timethylgallium (Me,Ga), triethylgal-
llum (EtyGa), dimethylgalllumchlonide (Me,GaCl) and
gallium chlonde (Ga(l,).

During step 130, the deposition process 1s terminated. In
one example, the process chamber may be flushed with a
purge gas or the carrier gas and/or the process chamber may
be evacuated with a vacuum pump. The purging and/or evacu-
ating processes remove excess deposition gas, reaction by-
products and other contaminates. In another example, once
the deposition process has terminated, the etching process in
step 140 1s immediately started without purging and/or evacu-
ating the process chamber.

The etching process 1n step 140 removes silicon-contain-
ing materials deposited during step 120 from the substrate
surface. The etching process removes both epitaxial or
monocrystalline maternials and amorphous or polycrystalline
matenals. Polycrystalline layers, 1f any, deposited on the sub-
strate surface are removed at a faster rate than the epitaxial
layers. The time duration of the etching process 1s balanced
with the time duration of the deposition process to result in net
deposition of the epitaxial layer selectively formed on desired
areas of the substrate. Therefore, the net result of the deposi-
tion process 1n step 120 and etching process 1n step 140 1s to
form selective and epitaxially grown silicon-containing mate-
rial while minimizing, 1t any, growth of polycrystalline sili-
con-containing material.

During step 140, the substrate 1s exposed to the etching gas
for a period of time 1n the range from about 10 seconds to
about 90 seconds, preferably, from about 20 seconds to about
60 seconds, and more preferably from about 30 seconds to
about 45 seconds. The etching gas includes at least one
ctchant and a carrier gas. The etchant 1s usually provided into
the process chamber at a rate in the range from about 10 sccm
to about 700 sccm, preferably from about 50 sccm to about
500 sccm, and more preferably from about 100 sccm to about
400 sccm, for example, about 200 sccm. The etchant used 1n
the etching gas may include chlorine (Cl,), hydrogen chloride
(HC1), boron trichloride (BCl,), carbon tetrachloride (CCl,),
chlorotrifluoride (CIF;) and combinations thereof. Prefer-
ably, chlorine or hydrogen chloride 1s used as the etchant.

The etchant 1s usually provided into the process chamber
with a carrier gas. The carrier gas has a tlow rate 1n the range




US 7,598,178 B2

11

from about 1 slm to about 100 slm, preferably from about 5
slm to about 735 slm, and more preferably from about 10 slm
to about 50 slm, for example, about 25 slm. Carrier gases may
include nitrogen (N,), hydrogen (H,), argon, helium and
combinations thereof. In some embodiment, an inert carrier
gas 1s preferred and includes mitrogen, argon, helium and
combinations thereof. A carrier gas may be selected based
upon speciiic precursor(s ) and/or temperature used during the
epitaxial process 100. The same carrier gas 1s usually used
throughout each of the steps 110-150. However, some
embodiments may use a different carrier gas during the etch-
ing process as used 1n the deposition process. In one embodi-
ment, the preferred etchant 1s chlorine gas, especially when
the AGS process 1s conducted at a low temperature (e.g.,
<800° C.). For example, an etching gas contains chlorine as
an etchant and nitrogen as a carrier gas and 1s exposed to the
substrate surface at a temperature 1n a range from about 500°
C. to about 730° C. In another example, an etching gas con-
taining chlorine and nitrogen 1s exposed to the substrate sur-
face at a temperature 1n a range from about 250° C. to about
500° C.

The etching process 1s terminated during step 150. In one
example, the process chamber may be flushed with a purge
gas or the carrier gas and/or the process chamber may be
evacuated with a vacuum pump. The purging and/or evacuat-
Ing processes remove excess etching gas, reaction by-prod-
ucts and other contaminates. In another example, once the
etching process has terminated, step 160 1s immediately
started without purging and/or evacuating the process cham-
ber.

The thicknesses of the epitaxial layer and the polycrystal-
line layer may be determined during step 160. If the prede-
termined thicknesses are achieved, then epitaxial process 100
1s terminated at step 170. However, 11 the predetermined
thicknesses are not achieved, then steps 120-160 are repeated
as a cycle until the desired thicknesses are achieved. The
epitaxial layer 1s usually grown to have a thickness at a range
from about 10 A to about 2,000 A, preferably from about 100
A to about 1,500 A, and more preferably from about 400 A to
about 1,200 A, for example, about 800 A. The polycrystalline
layer 1s usually deposited with a thickness, 1f any, 1n a range
from an atomic layer to about 500 A. The desired or prede-
termined thickness of the epitaxial silicon-containing layer or
the polycrystalline silicon-containing layer 1s specific to a
particular fabrication process. In one example, the epitaxial
layer may reach the predetermined thickness while the poly-
crystalline layer 1s too thick. The excess polycrystalline layer
may be further etched by repeating steps 140-160 while skip-
ping steps 120 and 130.

In one example, as depicted in FIGS. 2A-2E, a source/drain
extension 1s formed within a MOSFET device wherein the
silicon-containing layers are epitaxially and selectively
deposited on the surface of the substrate. FIG. 2A depicts a
source/drain region 232 formed by implanting ions into the
surface of a substrate 230. The segments of source/drain
region 232 are bridged by the gate 236 formed on gate oxide
layer 235 and spacer 234. In order to form a source/drain
extension, a portion of the source/drain region 232 1s etched
and wet-cleaned to produce a recess 238, as mn FIG. 2B.
Etching of the gate 236 may be avoided by depositing a
hardmask prior to etching the portion of source/drain region
232.

FI1G. 2C illustrates one embodiment of an epitaxial process
described herein, in which a silicon-containing epitaxial layer
240 and optional polycrystalline layer 242 are simultaneously
and selectively deposited without depositing on the spacer
234. Polycrystalline layer 242 1s optionally formed on gate
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236 by adjusting the deposition and etching processes 1n steps
120 and 140 of epitaxial process 100. Alternatively, polycrys-
talline layer 242 1s continually etched away from gate 236 as
epitaxial layer 240 1s deposited on the source/drain region
232.

In another example, silicon-containing epitaxial layer 240
and polycrystalline layer 242 are S1Ge-containing layers with
a germanium concentration in a range from about 1 at % to
about 50 at %, preferably about 24 at % or less. Multiple
S1Ge-containing layers containing varying amounts of silicon
and germanium may be stacked to form silicon-containing
epitaxial layer 240 with a graded elemental concentration.
For example, a first S1Ge-layer may be deposited with a
germanium concentration in a range from about 15 at % to
about 25 at % and a second S1Ge-layer may be deposited with
a germanium concentration in a range from about 25 at % to
about 35 at %.

In another example, silicon-containing epitaxial layer 240
and polycrystalline layer 242 are SiC-containing layers with
a carbon concentration in a range from about 200 ppm to
about 5 at %, preferably about 3 at % or less, preferably, from
about 1 at % to about 2 at %, for example, about 1.5 at %. In
another embodiment, silicon-containing epitaxial layer 240
and polycrystalline layer 242 are S1GeC-containing layers
with a germanium concentration in the range from about 1 at
% to about 30 at %, preferably about 24 at % or less and a
carbon concentration at about 200 ppm to about 5 at %,
preferably about 3 at % or less, more preferably from about 1
at % to about 2 at %, for example, about 1.5 at %.

Multiple layers containing S1, S1Ge, S1C or S1GeC may be
deposited 1n varying order to form graded elemental concen-
trations within the silicon-contaiming epitaxial layer 240. The
silicon-contaiming layers are generally doped with a dopant
(e.g., boron, arsenic, phosphoric, gallium or aluminum) hav-
ing a concentration in the range from about 1x10'” atoms/cm’
to about 2.5x10”" atoms/cm”, preferably from about 5x10"”
atoms/cm” to about 2x10°° atoms/cm”. Dopants added to
individual layers of the silicon-containing material form
ograded dopants. For example, silicon-containing epitaxial
layer 240 1s formed by depositing a first S1Ge-containing
layer with a dopant concentration (e.g., boron) in a range from
about 5x10'” atoms/cm’ to about 1x10°° atoms/cm” and a
second Si1Ge-containing layer with a dopant concentration
(e.g., boron)in arange from about 1x10°° atoms/cm” to about
2x10°° atoms/cm”.

During the next step, FIG. 2D shows a spacer 244, gener-
ally a nitride spacer (e.g., S1,N_ ) deposited on the spacer 234.
Spacer 244 1s usually deposited 1n a different chamber by a
CVD or ALD technique. Therefore, the substrate 1s removed
from the process chamber that was used to deposit silicon-
containing epitaxial layer 240. During the transier between
the two chambers, the substrate may be exposed to ambient
conditions, such as the temperature, pressure or the atmo-
spheric air containing water and oxygen. Upon depositing the
spacer 244, or performing other semiconductor process (e.g.,
anneal, deposition or implant), the substrate may be exposed
to ambient conditions a second time prior to depositing
clevated layer 248. In one embodiment, an epitaxial layer (not
shown) with no or minimal germanium (e.g., less than about
S at %) 1s deposited on the top of epitaxial layer 240 before
exposing the substrate to ambient conditions since native
oxides are easier to remove from epitaxial layers containing
minimal germanium concentrations than from an epitaxial
layer formed with a germanium concentration greater than
about 5 at %.

FIG. 2E depicts another example in which an elevated layer
248 comprised of a silicon-containing material 1s selectively
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and epitaxially deposited on epitaxial layer 240 (e.g., doped-
S1Ge). Durning the deposition process, polycrystalline layer
242 1s further grown, deposited or etched away on the gate
236.

In a preferred embodiment, elevated layer 248 1s epitaxial
deposited silicon contaiming little or no germanium or carbon.
However, 1n an alternative embodiment, elevated layer 248
does contain germanium and/or carbon. For example,
clevated layer 248 may have about 5 at % or less of germa-
nium. In another example, elevated layer 248 may have about
2 at % or less of carbon. Elevated layer 248 may also be doped
with a dopant, such as boron, arsenic, phosphorous, alumi-
num or gallium.

Silicon-containing compounds are utilized within embodi-
ments of the processes to deposit silicon-containing layers
used for Bipolar device fabrication (e.g., base, emitter, col-
lector, emitter contact), BICMOS device fabrication (e.g.,
base, emitter, collector, emitter contact) and CMOS device
fabrication (e.g., channel, source/drain, source/drain exten-
sion, elevated source/drain, substrate, strained silicon, silicon
on mnsulator and contact plug). Other embodiments of pro-
cesses teach the growth of silicon-containing layers that can
be used as gate, base contact, collector contact, emitter con-
tact, elevated source/drain and other uses.

The processes are extremely usetul for depositing selec-
tive, epitaxial silicon-containing layers in MOSFET and
bipolar transistors as depicted in FIGS. 3A-3C. FIGS. 3A-3B
show the epitaxially grown silicon-containing compounds on
a MOSFET device. The silicon-contaiming compound 1s
deposited on the source/drain features of the device. The
silicon-containing compound adheres and grows from the
crystal lattice of the underlying layer and maintains this
arrangement as the silicon-containing compound 1s grown to
a desired thickness. FIG. 3A demonstrates the silicon-con-
taining compound deposited as a recessed source/drain layer,
while FIG. 3B shows silicon-containing compounds depos-
ited as recessed source/drain layer and an elevated source/
drain layer.

The source/drain region 312 1s formed by 10n 1implantation.
Generally, the substrate 310 1s doped n-type while the source/
drain region 312 1s doped p-type. Silicon-containing epitaxial
layer 313 1s selectively grown on the source/drain region 312
and/or directly on substrate 310. Silicon-containing epitaxial
layer 314 1s selectively grown on the silicon-containing layer
313 according to aspects heremn. A gate oxide layer 318
bridges the segmented silicon-containing layer 313. Gener-
ally, gate oxide layer 318 1s composed of silicon dioxide,
s1licon oxynitride or hatnium oxide. Partially encompassing
the gate oxide layer 318 1s a spacer 316, which 1s usually an
isolation material such as a nitride/oxide stack (e.g., S13N,/
S10,/51;,N, ). Gate layer 322 (e.g., polysilicon) may have a
protective layer 319, such as silicon dioxide, along the per-
pendicular sides, as in FIG. 3A. Alternately, gate layer 322
may have a spacer 316 and oft-set layers 320 (e.g., S1,N,)
disposed on either side.

In another example, FIG. 3C depicts the deposited silicon-
containing epitaxial layer 334 as a base layer of a bipolar
transistor. Silicon-containing epitaxial layer 334 1s selec-
tively grown 1n various embodiments. Silicon-containing epi-
taxial layer 334 1s deposited on an n-type collector layer 332
previously deposited on substrate 330. The transistor further
includes 1solation layer 333 (e.g., S10, or Si1;N, ), contact
layer 336 (e.g., heavily doped poly-51), off-setlayer 338 (e.g.,
S1,N ), and a second 1solation layer 340 (e.g., S10,, or S1,N,,).

In an alternative embodiment, FIG. 4 illustrates an epi-
taxial process 400 that may be used to selectively deposit
silicon-containing materials/layer. Epitaxial process 400
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includes at least two deposition processes followed by an
etching process. The first deposition process includes a depo-
sition gas containing a silicon source while the second depo-
sition process includes a deposition gas containing a second-
ary elemental source, such as germanium, carbon or a dopant
(e.g., boron, arsenic, phosphorous, galllum or aluminum).
Similar process parameters used in epitaxial process 100 are
used 1n epitaxial process 400, such as temperatures, pres-
sures, flow rates, carrier gases and precursors.

Epitaxial process 400 includes step 410 for loading a pat-
terned substrate into the process chamber and adjusting the
process chamber to a predetermined temperature. Step 420
provides a first deposition process to form an epitaxial layer
on a monocrystalline surface while forming a polycrystalline
layer on secondary surfaces, such as amorphous and/or poly-
crystalline surfaces. The epitaxial layer and the monocrystal-
line layer are formed from a deposition gas containing a
s1licon source. During step 430, the first deposition process 1s
terminated. Step 440 provides a second deposition process to
continue growing the epitaxial layer on a monocrystalline
surface and continue forming the polycrystalline layer on the
secondary surface. The epitaxial layer and the polycrystalline
layer are further grown by exposing the substrate surface to a
deposition gas containing a secondary elemental source. At
step 450, the second deposition process 1s terminated. Step
460 provides an etching process to etch the exposed silicon-
containing layers. The etching process either minimizes or
completely removes the polycrystalline layer while removing
only a marginal portion of the epitaxial layer as a result of the
rate at which each material 1s removed. During step 470, the
ctching process 1s terminated. The thicknesses of the epitaxial
layer and the polycrystalline layer, if any, are determined
during step 480. If the predetermined thickness 1s achieved,
then epitaxial process 400 1s terminated at step 490. However,
if the predetermined thickness of either layer 1s not achieved,
then steps 420-480 are repeated as a cycle until the predeter-
mined thicknesses are achieved.

Epitaxial process 400 starts at step 410 by adjusting the
process chamber containing the patterned substrate to a pre-
determined temperature. The temperature and pressure 1s tai-
lored to the particular process conducted. Generally, the pro-
cess chamber 1s maintained at a consistent temperature
throughout epitaxial process 400. However, some steps may
be performed at varying temperatures. The process chamber
1s kept at a temperature in the range from about 250° C. to
about 1,000° C., preferably from about 500° C. to about 800°
C. and more preferably from about 550° C. to about 750° C.
The appropriate temperature to conduct epitaxial process 400
may depend on the particular precursors used to deposit and/
or etch the silicon-containing materials during steps 420-480.
In one embodiment, 1t has been found that chlorine (Cl,) gas
works exceptionally well as an etchant for silicon-containing
materials at temperatures lower than processes using other
more common etchants. Therefore, in one embodiment a
preferred temperature to pre-heat the process chamber 1s
about 750° C. or less, preferably about 650° C. or less and
more preferably about 550° C. or less. The process chamber
1s usually maintained with a pressure from about 0.1 Torr to
about 200 Torr, preferably from about 1 Torr to about 50 Torr.
The pressure may fluctuate during and between process steps
410-480, but 1s generally maintained constant.

The first deposition process 1s conducted during step 420.
The patterned substrate 1s exposed to a first deposition gas to
form an epitaxial layer on the monocrystalline surface while
forming a polycrystalline layer on the secondary surfaces.
The substrate 1s exposed to the first deposition gas for a period
of time of about 0.5 seconds to about 30 seconds, preferably
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from about 1 second to about 20 seconds, and more preferably
from about 5 seconds to about 10 seconds. The specific expo-
sure time of the deposition process 1s determined 1 relation to
the exposure time during the etching process in step 460, as
well as particular precursors and temperature used in the
process. Generally, the substrate 1s exposed to the first depo-
sition gas long enough to form the maximized thickness of an
epitaxial layer while forming the minimized thickness of a
polycrystalline layer that may be easily etched away during
subsequent step 460.

The first deposition gas contains at least a silicon source
and a carrier gas. The first deposition gas may also contain a
secondary elemental source and/or a dopant compound, but
preferably, the secondary elemental source and the dopant
compound are 1n the second deposition gas. Therefore, 1n one
aspect, the first deposition gas may contain a silicon source, a
secondary elemental source and a dopant source. In another
aspect, the first deposition gas may contain a silicon source
and a secondary elemental source. In yet another aspect, the
first deposition gas may contain a silicon source and a dopant
source. In an alternative embodiment, the first deposition gas
may also include at least one etchant, such as hydrogen chlo-
ride or chlorine.

The silicon source 1s usually provided into the process
chamber at a rate 1n the range from about 5 sccm to about 500
sccm, preferably from about 10 sccm to about 300 sccm, and
more preferably from about 50 sccm to about 200 scem, for
example, about 100 sccm. The preferred silicon sources
include silane, dichlorosilane and disilane.

The silicon source 1s usually provided into the process
chamber 1n a carrier gas. The carrier gas has a flow rate from
about 1 slm to about 100 slm, preferably from about 5 slm to
about 75 slm, and more preferably from about 10 slm to about
50 slm, for example, about 25 slm. Carrier gases may include
nitrogen (N,), hydrogen (H,), argon, heltum and combina-
tions thereof. In some embodiment, an inert carrier gas 1s
preferred and includes mitrogen, argon, helium and combina-
tions thereof. Preferably, the carrier gas used throughout epi-
taxial process 400 1s nitrogen, for reasons discussed above.

During step 430, the first deposition process 1s terminated.
In one example, the process chamber may be flushed with a
purge gas or the carrier gas and/or the process chamber may
be evacuated with a vacuum pump. The purging and/or evacu-
ating processes remove excess deposition gas, reaction by-
products and other contaminates. In another example, once
the first deposition process has terminated, the second depo-
sition process 1n step 440 1s immediately started without
purging and/or evacuation the process chamber.

The deposition gas used during step 440 contains a carrier
gas and at least one secondary elemental source, such as a
germanium source, a carbon source and/or a dopant com-
pound. Alternatively, a silicon source may be included in the
second deposition gas. The secondary elemental source 1s
added to the process chamber with the carrier gas to continue
the growth of the silicon-containing compounds deposited
during step 420. The silicon-containing compounds may have
varied compositions controlled by the specific secondary
clemental source and the concentration of the secondary
clemental source. A secondary elemental source 1s usually
provided into the process chamber at a rate 1n the range from
about 0.1 sccm to about 20 sccm, preferably from about 0.5
sccm to about 10 sccm, and more preferably from about 1
sccm to about 5 scem, for example, about 2 sccm. Germanium
sources, carbon sources and dopant compounds are selected
from the aforementioned precursors discussed above.

During step 4350, the second deposition process 1s termi-
nated. In one example, the process chamber may be flushed
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with a purge gas or the carrier gas and/or the process chamber
may be evacuated with a vacuum pump. The purging and/or
evacuating processes remove excess deposition gas, reaction
by-products and other contaminates. In another example,
once the second deposition process has terminated, the etch-
ing process in step 460 1s immediately started without purging
and/or evacuating the process chamber.

The etching process 1n step 460 removes materials depos-
ited during steps 420 and 440 from the substrate surface. The
etching process removes both epitaxial or monocrystalline
materials and amorphous and/or polycrystalline materials.
Polycrystalline layers, i any, deposited on the substrate sur-
face 1s removed at a faster rate than the epitaxial layers. The
time duration of the etching process 1s balanced with the time
duration of the two deposition processes. Therelore, the net
result of the deposition processes 1n steps 420 and 440 and
ctching process 1n step 460 1s to form selective and epitaxially
grown silicon-containing material while minimizing, 11 any,
growth of polycrystalline silicon-containing material.

During step 460, the substrate 1s exposed to the etching gas
for a period of time 1n a range from about 10 seconds to about
90 seconds, preferably, from about 20 seconds to about 60
seconds, and more preferably from about 30 seconds to about
45 seconds. The etching gas includes at least one etchant and
a carrier gas. The etchant 1s usually provided into the process
chamber at a rate 1n a range from about 10 sccm to about 700
sccm, preferably from about 50 sccm to about 500 scecm, and
more preferably from about 100 sccm to about 400 sccm, for
example, about 200 sccm. The etchant used 1n the etching gas
may 1include chlorine (Cl,), hydrogen chloride (HCI), boron
trichloride (BCl,), carbon tetrachloride (CCl,), chlorotrifluo-
ride (CIF;) and combinations thereof. Preferably, chlorine or
hydrogen chloride 1s used as the etchant.

The etchant 1s usually provided into the process chamber
along with a carrier gas. The carrier gas has a flow rate 1n a
range from about 1 slm to about 100 slm, preferably from
about 5 slm to about 75 slm, and more preferably from about
10 slm to about 50 slm, for example, about 25 slm. Carrier
gases may include nitrogen (N,), hydrogen (H,), argon,
helium and combinations thereof. In some embodiment, an
iert carrier gas 1s preferred and includes nitrogen, argon,
helium and combinations thereof. A carrier gas may be
selected based upon specific precursor(s) and/or temperature
used during the epitaxial process 400. The same carrier gas 1s
usually used throughout each of steps 420-480. However,
some embodiments may use a different carrier gas during the
ctching process as used in the deposition process. In one
embodiment, the preferred etchant 1s chlorine gas, especially
when the AGS process 1s conducted at a low temperature
(e.g., <800° C.). For example, an etching gas contains chlo-
rine as an etchant and nitrogen as a carrier gas and 1s exposed
to the substrate surface at a temperature 1n a range from about
500° C. to about 750° C.

The etching process 1s terminated during step 470. In one
example, the process chamber may be flushed with a purge
gas or the carrier gas and/or the process chamber may be
evacuated with a vacuum pump. The purging and/or evacuat-
Ing processes remove excess etching gas, reaction by-prod-
ucts and other contaminates. In another example, once the
ctching process has terminated, step 480 1s immediately
started without purging and/or evacuating the process cham-
ber.

The thicknesses of epitaxial layer and the polycrystalline
layer may be determined during step 480. If the predeter-
mined thicknesses are achieved, then epitaxial process 400 1s
ended at step 490. However, 11 the predetermined thicknesses
are not achieved, then steps 420-180 are repeated as a cycle




US 7,598,178 B2

17

until the desired thicknesses are achieved. The epitaxial layer
1s usually grown to have a thickness at a range from about 10
A to about 2,000 A, preferably from about 100 A to about
1,500 A, and more preferably from about 400 A to about
1,200 A, for example, about 800 A. The polycrystalline layer
1s usually deposited on have a thickness, 1f any, at a range
from about an atomic layer to about 500 A. The desired or
predetermined thickness of the epitaxial silicon-containing,
layer or the polycrystalline silicon-containing layer 1s specific
to a particular fabrication process. In one example, the epi-
taxial layer may reach the predetermined thickness while the
polycrystalline layer 1s too thick. The excess polycrystalline
layer may be further etched by repeating steps 140-160 while
omitting steps 460 and 470. Likewise, 1n other examples,
steps 420, 440 and 460 may be individually omitted while
proceeding through epitaxial process 400. By skipping steps
420, 440 and 460, the elemental concentration and the thick-
nesses of deposited silicon-containing materials may be con-
trolled.

Embodiments described herein teach processes to deposit
s1licon-containing compounds on a variety of substrates. Sub-
strates on which such embodiments may be useful include,
but are not limited to semiconductor waters, such as crystal-
line silicon (e.g., S1<100> and S1<111>), silicon oxide, sili-
con germanium, doped or undoped waters and patterned or
non-patterned wafers. Substrates have a variety of geometries
(e.g., round, square and rectangular) and sizes (e.g., 200 mm
OD, 300 mm OD).

In one embodiment, silicon-containing compounds depos-
ited by process described herein include a germanium con-
centration within the range from about 0 at % to about 95 at %.
In another embodiment, a germanium concentration 1s within
the range from about 1 at % to about 30 at %, preferably from
about 15 at % to about 30 at %, for example, about 20 at %.
Silicon-containing compounds also include a carbon concen-
tration within the range from about 0 at % to about 5 at %. In
other aspects, a carbon concentration 1s within the range from
about 200 ppm to about 3 at %, preferably about 1.5 at %.

The silicon-containing compound films of germanium
and/or carbon are produced by various processes of the mnven-
tion and can have consistent, sporadic or graded elemental
concentrations. Graded silicon germanium films are dis-

closed in U.S. Pat. No. 6,770,134 and U.S. patent application
Ser. No. 10/014,466, published as United States Patent Pub-
lication 20020174827, both assigned to Applied Materials,
Inc., and are incorporated herein by reference 1n entirety for
the purpose of describing methods of depositing graded sili-
con-containing compound films. In one example, a silicon
source (e.g., S1H,) and a germanium source (e.g., GeH,) are
used to selectively and epitaxially deposit silicon germanium
contaiming films. In this example, the ratio of silicon source
and germanium source can be varied in order to provide
control of the elemental concentrations, such as silicon and
germanium, while growing graded films. In another example,
a silicon source and a carbon source (e.g., CH;S1H,) are used
to selectively and epitaxially deposit silicon carbon-contain-
ing films. The ratio of silicon source and carbon source can be
varied 1n order to provide control of the elemental concentra-
tion while growing homogenous or graded films. In another
example, a silicon source, a germanium source and a carbon
source are used to selectively and epitaxially deposit silicon
germanium carbon-containing films. The ratios of silicon,
germanium and carbon sources are idependently varied 1n
order to provide control of the elemental concentration while
growing homogenous or graded films.

MOSFET devices formed by processes described herein
may contain a PMOS component or a NMOS component.
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The PMOS component, with a p-type channel, has holes that
are responsible for channel conduction, while the NMOS
component, with a n-type channel, has electrons that are
responsible channel conduction. Therefore, for example, a
s1licon-contaiming material such as S1Ge may be deposited 1n
a recessed area to form a PMOS component. In another
example, a silicon-containing film such as S1C may be depos-
ited 1n a recessed area to form a NMOS component. SiGe 1s
used for PMOS application for several reasons. A S1Ge mate-
rial incorporates more boron than silicon alone, thus the junc-
tion resistivity may be lowered. Also, the S1Ge/silicide layer

interface at the substrate surface has a lower Schottky barrier
than the Si/silicide intertace.

Further, S1Ge grown epitaxially on the top of silicon has
compressive stress 1inside the film because the lattice constant
ol S1Ge1s larger than that of silicon. The compressive stress 1s
transierred in the lateral dimension to create compressive
strain 1n the PMOS channel and to increase mobility of the
holes. For NMOS application, S1C can be used in the recessed
areas to create tensile stress 1n the channel, since the lattice
constant of S1C 1s smaller than that of silicon. The tensile
stress 1s transterred into the channel and increases the elec-
tron mobility. Therefore, in one embodiment, a first silicon-
containing layer 1s formed with a first lattice strain value and
a second silicon-containing layer 1s formed with a second
lattice strain value. For example, a S1C layer with a thickness
from about 50 A to about 200 A is deposited on the substrate

surface and sequentially, a S1Ge layer with a thickness from
about 150 A to about 1,000 A is deposited on the SiC layer.
The S1C layer may be epitaxially grown and has less strain
than the S1Ge layer epitaxially grown on the Si1C layer.

In embodiments described herein, silicon-containing com-
pound films are selectively and epitaxially deposited by
chemical vapor deposition (CVD) processes. Chemical vapor
deposition processes include atomic layer deposition (ALD)
processes and/or atomic layer epitaxy (ALE) processes.
Chemical vapor deposition includes the use of many tech-
niques, such as plasma-assisted CVD (PA-CVD), atomic
layer CVD (ALCVD), organometallic or metalorganic CVD
(OMCVD or MOCVD), laser-assisted CVD (LA-CVD),
ultraviolet CVD (UV-CVD), hot-wire (HWCVD), reduced-
pressure CVD (RP-CVD), ultra-high vacuum CVD (UHV-
CVD) and others. In one embodiment, the preferred process
1s to use thermal CVD to epitaxially grow or deposit the
silicon-containing compound, whereas the silicon-contain-
ing compound includes silicon, Si1Ge, S1C, S1GeC, doped
variants thereol and combinations thereof.

The processes of the invention can be carried out 1in equip-
ment known in the art of ALE, CVD and ALD. The apparatus
may contain multiple gas lines to maintain the deposition gas
and the etching gas separated prior to entering the process
chamber. Thereafter, the gases are brought into contact with a
heated substrate on which the silicon-containing compound
films are grown. Hardware that can be used to deposit silicon-
containing films includes the Ep1 Centura® system and the
Poly Gen® system available from Applied Matenals, Inc.,
located 1n Santa Clara, Calif. An ALD apparatus 1s disclosed
in U.S. patent application Ser. No. 10/032,284, filed Dec. 21,
2001, published as United States Patent Publication No.
20030079686, assigned to Applied Matenals, Inc., and
entitled, “Gas Delivery Apparatus and Methods for ALD,”
and 1s 1mcorporated herein by reference 1n entirety for the
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purpose of describing the apparatus. Other apparatuses
include batch, high-temperature furnaces, as known in the art.

EXAMPLES

The following hypothetical examples were conducted to
form an elevated source drain (ESD) structure on a substrate
surface. The patterned substrates contained monocrystalline
surtaces with source/drain features formed within the sub-
strate surface and gate and spacers formed therebetween.

Example 1
Selective Epitaxy of Silicon with Cl, Etchant

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a tlow of deposition gas containing silane with
a flow rate of 100 sccm and nitrogen with a tflow rate 0125 slm
for 7 seconds. The substrate was thereafter exposed to an
etching gas containing chlorine gas with a flow rate of 20
sccm and mitrogen with a tlow rate of 25 slm for 10 seconds.
A cycle of deposition gas exposure and etching gas exposure
was repeated 50 times to form an epitaxially grown silicon

layer on the exposed monocrystalline portion of the substrate.
The silicon epitaxial layer had a thickness of about 1,000 A.

Example 2

Selective Epitaxy of Silicon Germanium with Cl,
Etchant

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a tlow of deposition gas containing silane with
a flow rate of 100 sccm, germane with a flow rate of 3 sccm
and nitrogen with a flow rate of 25 slm for 8 seconds. The
substrate was thereafter exposed to an etching gas containing
chlorine gas with a tlow rate of 20 sccm and nitrogen with a
flow rate of 25 um for 10 seconds. A cycle of deposition gas
exposure and etching gas exposure was repeated 50 times to
form an epitaxially grown silicon-containing layer on the
exposed monocrystalline portion of the substrate. The sili-
con-containing epitaxial layer had a thickness of about 1,700

A

Example 3

Selective Epitaxy of Silicon Germanium with Cl,
Etchant

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a flow of deposition gas containing silane with
a flow rate of 100 sccm and nitrogen with a flow rate 0125 slm
for 7 seconds. The substrate surface was thereafter exposed to
a tlow of second deposition gas containing germane with a
flow rate o1 5 sccm and nitrogen with a flow rate of 25 slm for
7 seconds. The substrate was exposed to an etching gas con-
taining chlorine gas with a flow rate of 20 sccm and nitrogen
with a flow rate of 25 slm for 10 seconds. A cycle of deposi-
tion gas exposure and etching gas exposure was repeated 50
times to form an epitaxially grown silicon-containing layer on
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the exposed monocrystalline portion of the substrate. The
silicon-containing epitaxial layer had a thickness of about

1,800 A.

Example 4
Selective Epitaxy of Silicon Carbon with Cl, Etchant

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was therealter exposed to a flow of deposition gas containing
silane with a flow rate of 100 sccm, methylsilane with a tlow
rate of 1 sccm and nitrogen with a flow rate of 25 slm for 8
seconds. The substrate was exposed to an etching gas con-
taining chlorine gas with a tlow rate of 20 sccm and nitrogen
with a flow rate of 25 slm for 10 seconds. A cycle of deposi-
tion gas exposure and etching gas exposure was repeated 50
times to form an epitaxially grown silicon-containing layer on
the exposed monocrystalline portion of the substrate. The

silicon-containing epitaxial layer had a thickness of about
1,600 A.

Example 5
Selective Epitaxy of Silicon Carbon with Cl, Etchant

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was therealter exposed to a flow of deposition gas containing
silane with a flow rate of 100 sccm and nitrogen with a tlow
rate of 25 slm for 7 seconds. The substrate surface was
exposed to a flow of second deposition gas containing meth-
ylsilane with a flow rate of 5 sccm and nitrogen with a flow
rate of 25 slm for 7 seconds. The substrate was exposed to an
ctching gas containing chlorine gas with a tlow rate of 20
sccm and nitrogen with a flow rate of 25 slm for 10 seconds.
A cycle of deposition gas exposure and etching gas exposure
was repeated S0 times to form an epitaxially grown silicon-
containing layer on the exposed monocrystalline portion of

the substrate. The silicon-containing epitaxial layer had a
thickness of about 1,800 A.

Example 6

Selective Epitaxy of Silicon with HC1 Etchant

The substrate was placed into a process chamber heated
and maintained at 700° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was thereafter exposed to a flow of deposition gas containing
silane with a flow rate of 100 sccm and hydrogen with a flow
rate of 25 um for 7 seconds. The substrate was exposed to an
ctching gas containing hydrogen chloride with a flow rate of
200 sccm and hydrogen with a flow rate of 25 slm for 40
seconds. A cycle of deposition gas exposure and etching gas
exposure was repeated 10 times to form an epitaxially grown
silicon layer on the exposed monocrystalline portion of the
substrate. The silicon epitaxial layer had a thickness of about

300 A.

Example 7

Selective Epitaxy of Silicon Germanium with HCI
Etchant

The substrate was placed into a process chamber heated
and maintained at 700° C. The process chamber was main-
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tained at a pressure of about 15 Torr. The substrate surface
was thereafter exposed to a flow of deposition gas containing,
silane with a flow rate of 100 sccm, germane with a flow rate
of 3 sccm and hydrogen with a flow rate of 25 slm for 8
seconds. The substrate was exposed to an etching gas con-
taining hydrogen chloride with a flow rate of 200 sccm and
hydrogen with a flow rate of 25 slm for 40 seconds. A cycle of
deposition gas exposure and etching gas exposure was
repeated 20 times to form an epitaxially grown silicon-con-
taining layer on the exposed monocrystalline portion of the

substrate. The silicon-contaiming epitaxial layer had a thick-
ness of about 1,500 A.

Example 8

Selective Epitaxy of Silicon Germanium with HCI
Etchant

The substrate was placed into a process chamber heated
and maintained at 700° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was therealter exposed to a flow of deposition gas containing,
silane with a flow rate of 100 sccm and hydrogen with a tlow
rate of 25 um for 7 seconds. The substrate surface was
exposed to a flow of second deposition gas containing ger-
mane with a flow rate of 5 sccm and hydrogen with a flow rate
of 25 slm for 7 seconds. The substrate was exposed to an
etching gas containing hydrogen chloride with a tlow rate of
200 sccm and hydrogen with a flow rate of 25 slm for 40
seconds. A cycle of deposition gas exposure and etching gas
exposure was repeated 20 times to form an epitaxially grown
s1licon-containing layer on the exposed monocrystalline por-
tion of the substrate. The silicon-containing epitaxial layer

had a thickness of about 1,600 A.

Example 9

Selective Epitaxy of Silicon Carbon with HCI
Etchant

The substrate was placed into a process chamber heated
and maintained at 700° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was thereafter exposed to a flow of deposition gas containing,
silane with a flow rate of 100 sccm, methylsilane with a flow
rate of 1 sccm and hydrogen with a tflow rate of 25 slm for 8
seconds. The substrate was exposed to an etching gas con-
taining hydrogen chloride with a flow rate of 200 sccm and
hydrogen with a flow rate of 25 slm for 40 seconds. A cycle of
deposition gas exposure and etching gas exposure was
repeated 20 times to form an epitaxially grown silicon-con-
taining layer on the exposed monocrystalline portion of the

substrate. The silicon-contaiming epitaxial layer had a thick-
ness of about 1,500 A.

Example 10

Selective Epitaxy of Silicon Carbon with HCI
Etchant

The substrate was placed into a process chamber heated
and maintained at 700° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was therealiter exposed to a flow of deposition gas containing,
silane with a flow rate of 100 sccm and hydrogen with a tlow
rate of 25 slm for 7 seconds. The substrate surface was
exposed to a flow of second deposition gas containing ger-

10

15

20

25

30

35

40

45

50

55

60

65

22

mane with a flow rate of 5 sccm and hydrogen with a flow rate
of 25 slm for 7 seconds. The substrate was exposed to an
ctching gas containing hydrogen chloride with a flow rate of
200 sccm and hydrogen with a flow rate of 25 slm for 40
seconds. A cycle of deposition gas exposure and etching gas
exposure was repeated 20 times to form an epitaxially grown
s1licon-contaiming layer on the exposed monocrystalline por-
tion of the substrate. The silicon-containing epitaxial layer
had a thickness of about 1,600 A. The exposed dielectric
portions of the substrate surface, such as the gate, formed
either limited or no polycrystalline growth from the deposi-
tion gas.

Example 11

Selective Epitaxy of Silicon Doped with B and
Etched with Cl,

The substrate was placed into a process chamber heated
and maintained at 350° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a tlow of deposition gas containing silane with
a flow rate of 100 sccm, diborane with a flow rate of 3 sccm
and nitrogen with a flow rate of 25 slm for 7 seconds. The
substrate was thereaiter exposed to an etching gas containing,
chlorine gas with a flow rate of 20 sccm and nitrogen with a
flow rate of 25 slm for 10 seconds. A cycle of deposition gas
exposure and etching gas exposure was repeated S0 times to
form an epitaxially grown silicon layer on the exposed
monocrystalline portion of the substrate. The silicon epitaxial

layer had a thickness of about 1,000 A.

Example 12

Selective Epitaxy of Silicon Germanium Doped with
B and Etched with Cl,

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a flow of deposition gas containing silane with
a flow rate of 100 sccm, germane with a flow rate of 3 scem,
diborane with a flow rate of 3 sccm and mitrogen with a tlow
rate of 25 slm for 8 seconds. The substrate was thereafter
exposed to an etching gas containing chlorine gas with a flow
rate of 20 sccm and mitrogen with a flow rate of 25 slm for 10
seconds. A cycle of deposition gas exposure and etching gas
exposure was repeated 50 times to form an epitaxially grown
s1licon-contaiming layer on the exposed monocrystalline por-

tion of the substrate. The silicon-containing epitaxial layer
had a thickness of about 1,700 A.

Example 13

Selective Epitaxy of Silicon Germanium Doped with
B and Etched with CI1,

The substrate was placed into a process chamber heated
and maintained at 350° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a tlow of deposition gas containing silane with
a flow rate of 100 sccm, diborane with a flow rate of 3 sccm
and nitrogen with a flow rate of 25 slm for 7 seconds. The
substrate surface was thereafter exposed to a flow of second
deposition gas containing germane with a flow rate of 5 sccm
and nitrogen with a flow rate of 25 slm for 7 seconds. The
substrate was thereaiter exposed to an etching gas containing,
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chlorine gas with a tlow rate of 20 sccm and nitrogen with a
flow rate of 25 slm for 10 seconds. A cycle of deposition gas
exposure and etching gas exposure was repeated 50 times to
form an epitaxially grown silicon-containing layer on the
exposed monocrystalline portion of the substrate. The sili-
con-containing epitaxial layer had a thickness of about 1,800

A

Example 14

Selective Epitaxy of Silicon Carbon Doped with P
and Etched with Cl,

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a tlow of deposition gas containing silane with
a tlow rate of 100 sccm, methylsilane with a flow rate of 1
sccm, phosphine with a tlow rate of 3 sccm and nitrogen with
a flow rate of 25 slm for 8 seconds. The substrate was there-
alter exposed to an etching gas containing chlorine gas with a
flow rate of 20 sccm and nitrogen with a flow rate of 25 slm for
10 seconds. A cycle of deposition gas exposure and etching
gas exposure was repeated 80 times to form an epitaxially
grown silicon-containing layer on the exposed monocrystal-
line portion of the substrate. The silicon-contaiming epitaxial

layer had a thickness of about 1,600 A.

Example 15

Selective Epitaxy of Silicon Carbon Doped with P
and Etched with Cl,

The substrate was placed into a process chamber heated
and maintained at 550° C. The process chamber was main-
tained at a pressure of about 15 Torr. The substrate surface
was exposed to a tlow of deposition gas containing silane with
a flow rate of 100 sccm, phosphine with a tlow rate of 3 sccm
and nitrogen with a flow rate of 25 slm for 7 seconds. The
substrate surface was thereafter exposed to a flow of second
deposition gas containing methylsilane with a tlow rate of 5
sccm and nitrogen with a flow rate of 25 slm for 7 seconds.
The substrate was thereafter exposed to an etching gas con-
taining chlorine gas with a flow rate of 20 sccm and nitrogen
with a flow rate of 25 slm for 10 seconds. A cycle of deposi-
tion gas exposure and etching gas exposure was repeated 80
times to form an epitaxially grown silicon-containing layer on
the exposed monocrystalline portion of the substrate. The

silicon-containing epitaxial layer had a thickness of about
1,800 A.

Use of HCL and/or CL2 During Silicon Epitaxial Film For-
mation

As stated, U.S. patent application Ser. No. 11/227,974,
filed Sep. 14, 2005 describes that the use of C12 as the etchant
gas Tor a silicon epitaxial film formation process may lead to
poor surface morphology of the resultant silicon epitaxial
f1lm. While not wishing to be bound by any particular theory,
it 1s believed that Cl2 may overagressively attack a silicon
epitaxial film surtace, producing pitting or the like. The use of
Cl12 has been found to be particularly problematic when the
s1licon epitaxial film contains carbon.

In one embodiment, both C12 and HCI are employed during
an etch phase of a silicon epitaxial film formation process.
The presence of HCI appears to reduce the aggressiveness of
the CI2, even for reduced substrate temperatures at which
little HC1 may dissociate (e.g., about 600 degrees Celsius or
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less). Further, during an AGS process, HCl may be continu-
ously tlowed during deposition and etch phases of the process
(e.g., to improve surface morphology).

FIG. 5 1s a flowchart of a first method 500 for employing,
Cl12 during silicon epitaxial film formation. With reference to
FIG. 5, the method 500 begins with step 501. In step 502, a
substrate 1s placed 1n a process chamber (not shown) adapted
to form epitaxial films. The process chamber may comprise
any conventional epitaxial film chamber adapted for forming
epitaxial films on one or more substrates. An exemplary epi-
taxial film chamber may be found 1n the Ep1 Centura® system
and the Poly Gen® system available from Applied Materials,
Inc., located 1n Santa Clara, Calif., although other epitaxial
film chambers and/or systems may be used.

Following placement within the process chamber, the sub-
strate 1s heated to a desired substrate and/or process tempera-
ture. In at least one embodiment, a substrate and/or process
temperature of less than about 700 degrees Celsius may be
employed to improve carbon incorporation within any silicon
epitaxial layer formed within the process chamber. In a par-
ticular embodiment, a substrate and/or process temperature
range of between about 530 to 6350 degrees Celsius may be
used, and 1n yet another embodiment, a substrate and/or pro-
cess temperature of less than about 600 degrees Celsius may
be used. Other substrate and/or process temperatures may be
used, including substrate and/or process temperatures above
700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, 1n step 503 the substrate 1s exposed to at least a
s1licon source so as to form a silicon epitaxial film on the
substrate. For example, the substrate may be exposed to a
s1licon source such as silane, a carrier gas such as nitrogen, a
dopant source such as phosphorous or boron or the like. Any
other suitable silicon source, carrier gas, dopant source, or
other gas may be used, such a carbon source, a germanium
source or as any of the gases previously described herein.
During the epitaxial film formation process, an epitaxial layer
may be formed on any monocrystalline surface of the sub-
strate while a polycrystalline layer may be formed on any
polycrystalline layer and/or any amorphous layer present on
the substrate (as previously described).

In step 504 the substrate 1s exposed to HCl and CI2 so as to
etch the silicon epitaxial film and/or any other films formed
on the substrate during step 503 (e.g., polycrystalline silicon
formed on polycrystalline or amorphous layers present on the
substrate). Note that the epitaxial film formed on monocrys-
talline surfaces of the substrate etches slower than any other
films formed during step 503.

The presence of HCl during etching may reduce the
aggressiveness of Cl12, even for reduced substrate and/or pro-
cess temperatures at which little HCI may dissociate (e.g.,
about 600 degrees Celsius or less). In at least one embodi-
ment, a substantially larger tlow rate of HCI, relative to C12,
may be employed. For example, 1n at least one embodiment,
an HCI tlow rate of approximately 6 to 10 times the flow rate
of C12 may be used (although larger or smaller HC1/CI2 ratios
may be used). In one particular embodiment, an HC] flow rate
of about 300 sccm, a C12 flow rate of about 30-50 sccm and a
nitrogen carrier gas flow rate of about 10-50 slm (e.g., about
20-25 slm) may be used. Other flow rates/ratios may be
employed.

Following etching, the process chamber may be purged
(e.g., with mitrogen and/or another inert gas for about 20
seconds or for some other suitable time period) to remove any
Cl12 and/or any other unwanted species/by-products from the
chamber. Thereatter, 1n step 503, a determination 1s made as
to whether the epitaxial film formed on the substrate 1s of a
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desired thickness. For example, the thickness of the epitaxial
f1lm may be measured or estimated based on the process times
and/or other parameters used during steps 503 and/or 504. If
the film 1s of the desired thickness, the method 500 ends at
step 506; otherwise, the method 500 returns to step 503 and an
additional deposition (step 503) and etch step (504) are per-
tormed on the substrate. Steps 503 and 504 may be repeated
until the desired film thickness 1s achieved.

By using both HCI1 and CI12 during step 504, the benefits of
employing C12 as aprimary etchant (e.g., low substrate and/or
process temperature processing, better carbon incorporation,
etc.) may be realized without degrading the surface morphol-
ogy of the epitaxial films formed during the method 500.

FIG. 6 1s a flowchart of a second method 600 for employing,
Cl12 during silicon epitaxial film formation. With reference to
FIG. 6, the method 600 begins with step 601. In step 602, a
substrate 1s placed 1n a process chamber (not shown) adapted
to form epitaxial films. The process chamber may comprise
any conventional epitaxial film chamber adapted for forming
epitaxial films on one or more substrates. An exemplary epi-
taxial {ilm chamber may be found 1n the Ep1 Centura® system
and the Poly Gen® system available from Applied Materials,
Inc., located 1n Santa Clara, Calif., although other epitaxial
film chambers and/or systems may be used.

Following placement within the process chamber, the sub-
strate 1s heated to a desired substrate and/or process tempera-
ture. In at least one embodiment, a substrate and/or process
temperature of less than about 700 degrees Celsius may be
employed to improve carbon incorporation within any silicon
epitaxial layer formed within the process chamber. In a par-
ticular embodiment, a substrate and/or process temperature
range of between about 330 to 630 degrees Celsius may be
used, and 1n yet another embodiment, a substrate and/or pro-
cess temperature of less than about 600 degrees Celsius may
be used. Other substrate and/or process temperatures may be
used, including substrate and/or process temperatures above
700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, 1n step 603, the substrate 1s exposed to at least
a silicon source and HCl so as to form a silicon epitaxial film
on the substrate. For example, the substrate may be exposed
to a silicon source such as silane or disilane, HCI, and a carrier
gas such as nitrogen. A dopant source such as phosphorous or
boron, a carbon source, a germanium source or the like also
may be used (as may any other suitable sources and/or gas-
ses). During the epitaxial film formation process, an epitaxial
layer may be formed on any monocrystalline surface of the
substrate while a polycrystalline layer may be formed on any
polycrystalline layer and/or any amorphous layer present on
the substrate (as previously described). The presence of HCI
during silicon epitaxial film formation may enhance the
selectivity of silicon epitaxial film deposition relative to any
other films formed on the substrate (e.g., polycrystalline lay-
ers) and may improve epitaxial film surface morphology.

In at least one embodiment, an HCI flow rate of approxi-
mately 300 sccm may be used with a silicon source tflow rate
of about 50-150 sccm for silane (or a tlow rate of about 10-40
sccm for disilane) and a nitrogen carrier gas flow rate of about
10 slm-50 slm (e.g., about 20-25 slm). Larger or smaller HCI,
s1licon source and/or carrier gas flow rates may be used.

In step 604 the substrate 1s exposed to HCI and CI2 so as to
ctch the epitaxial film and/or any other films formed on the
substrate during step 603 (e.g., polycrystalline silicon formed
on polycrystalline or amorphous layers present on the sub-
strate). Note that the epitaxial film formed on monocrystalline
surfaces of the substrate etches slower than any other films
tormed during step 603. As stated, the presence of HCl may
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reduce the aggressiveness of the Cl2, even for reduced sub-
strate and/or process temperatures at which little HCI may
dissociate (e.g., about 600 degrees Celsius or less).

In at least one embodiment, a substantially larger flow rate
of HC, relative to C12, may be employed. For example, 1n at
least one embodiment, an HCI flow rate of approximately 6 to
10 times the flow rate of C12 may be used (although larger or
smaller HCI/CI2 ratios may be used). In one particular
embodiment, an HCI flow rate of about 300 sccm, a C12 flow
rate of about 30-50 sccm and a nitrogen carrier gas flow rate
of about 20 to 25 slm may be used (although other flow rates
may be employed).

Following etching, the process chamber may be purged
(e.g., with mitrogen and/or another inert gas for about 20
seconds or for some other suitable time period) to remove any
Cl12 and/or any other unwanted species/by-products from the
chamber. Thereatter, 1n step 605, a determination 1s made as
to whether the epitaxial film formed on the substrate 1s of a
desired thickness. For example, the thickness of the epitaxial
f1lm may be measured or estimated based on the process times
and/or other parameters used during steps 603 and/or 604. If
the film 1s of the desired thickness, the method 600 ends at
step 606; otherwise, the method 600 returns to step 603 and an
additional deposition step (step 603) and etch step (604) are
performed on the substrate. Steps 603 and 604 may be
repeated until the desired film thickness 1s achieved.

As stated, by using both HCI1 and C12 during step 604, the
benefits of employing CI2 as a primary etchant (e.g., low
substrate and/or process temperature processing, better car-
bon incorporation, etc.) may be realized without degrading
the surface morphology of the epitaxial films formed during
the method 600. Furthermore, use of HCl during step 603 may
help the formation of silicon epitaxial films relative to the
formation of any other films on the substrate (e.g., polycrys-
talline silicon). The same or a different HCI flow rate may be
used 1n steps 603 and 604.

FIG. 7 1s a flowchart of a third method 700 for employing,
Cl12 during silicon epitaxial film formation. With reference to
FIG. 7, the method 700 begins with step 701. In step 702 a
substrate 1s placed 1n a process chamber (not shown) adapted
to form epitaxial films. The process chamber may comprise
any conventional epitaxial film chamber adapted for forming
epitaxial films on one or more substrates. An exemplary epi-
taxial film chamber may be found 1n the Epi1 Centura® system
and the Poly Gen® system available from Applied Materials,
Inc., located 1n Santa Clara, Calif., although other epitaxial
f1lm chambers and/or systems may be used.

Following placement within the process chamber, the sub-
strate 1s heated to a desired substrate and/or process tempera-
ture. In at least one embodiment, a substrate and/or process
temperature of less than about 700 degrees Celsius may be
employed to improve carbon incorporation within any silicon
epitaxial layer formed within the process chamber. In a par-
ticular embodiment, a substrate and/or process temperature
range ol between about 550 to 650 degrees Celsius may be
used, and 1n yet another embodiment, a substrate and/or pro-
cess temperature of less than about 600 degrees Celsius may
be used. Other substrate and/or process temperatures may be
used, including substrate and/or process temperatures above
700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, 1n step 703, the substrate 1s exposed to at least
a silicon source and a carbon source so as to form a carbon-
containing silicon epitaxial film on the substrate. For
example, the substrate may be exposed to a silicon source
such as silane or disilane, a carbon source such as methane, a
carrier gas such as nitrogen, or the like. A dopant source such
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as phosphorous or boron, a germanium source or the like also
may be used (as may any other suitable sources and/or gas-
ses). During the epitaxial film formation process, an epitaxial
layer may be formed on any monocrystalline surface of the
substrate while a polycrystalline layer may be formed on any
polycrystalline layer and/or any amorphous layer present on
the substrate (as previously described).

In at least one embodiment, a carbon source flow rate of
about 1-5 sccm for methane may be used with a silicon source
flow rate of about 50-150 sccm for silane (or of about 10-40
sccm for disilane) and a nitrogen carrier gas flow rate of about
20-25 slm (although larger or smaller carbon source, silicon
source and/or carrier gas flow rates may be used). HCI may
also be tlowed if desired.

The carbon containing epitaxial film may have, for
example, a thickness of about 10 to about 1600 angstroms,
although other thickness may be used. For example, a depo-
sition time of about 1 second to about 300 seconds, and 1n one
or more embodiments about 10 second, may be used.

In step 704, the carbon-containing silicon epitaxial film 1s
encapsulated with an encapsulating film. For example, the
encapsulating film may be formed by exposing the substrate
to a silicon source such as silane or disilane and a carrier gas
such as nitrogen or the like so as to form a silicon epitaxial
film (without a carbon source) over the carbon-containing
silicon epitaxial film. Substrate and/or process temperatures
that are similar to or that differ from the substrate and/or
process temperature of step 703 may be employed. The pres-
ence of the encapsulating film over the carbon-containing
s1licon epitaxial film may diminish the interaction of chlorine
with carbon (and/or hydrogen) 1n the carbon-containing sili-
con epitaxial film (during etching) and improve surface mor-
phology. For example, because many carbon sources are
hydrogen rich, a silicon surface exposed to a carbon source
may be significantly hydrogen terminated. Such a hydrogen
terminated surface may react poorly with chlorine during
ctching.

In at least one embodiment, a silicon epitaxial film may be
employed as the encapsulating film and may be formed by
flowing a silicon source at a tlow rate of about 50-150 sccm
for silane (or a tlow rate of about 10-40 sccm for disilane) and
a nitrogen carrier gas at a flow rate of about 20-25 slm (al-
though larger or smaller silicon source and/or carrier gas tlow
rates may be used). HCl may also be flowed as described
previously with reference to FIG. 6.

The first silicon epitaxial film may have a thickness of
about 2 angstroms to about 500 angstroms, although other
thickness may be used. For example, a deposition time of
about 1 second to about 100 seconds, and in one or more
embodiments about 5 seconds, may be used.

In step 705, the substrate 1s exposed to C12 so as to etch the
encapsulating film and/or any other films formed during step
704 (e.g., polycrystalline silicon formed on polycrystalline
and/or amorphous layers present on the substrate or monoc-
rystalline silicon formed on the carbon-containing silicon
epitaxial film). For example, 1n at least one embodiment, the
substrate may be exposed to a Cl2 flow rate of about 30-30
sccm and nmitrogen carrier gas flow rate of about 20-25 slm
(although larger or smaller Cl12 and/or nitrogen carrier gas
flow rates may be used). HCl also may be flowed as described
previously with reference to FIG. 6. Other etchant and/or
carrier gases may be used.

Following etching, the process chamber may be purged
(e.g., with mitrogen and/or another inert gas for about 20
seconds or for some other suitable time period) to remove any
Cl12 and/or any other unwanted species/by-products from the
chamber. Thereafter, in step 706, a determination 1s made as
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to whether the epitaxial film formed on the substrate 1s of a
desired thickness. For example, the thickness of the epitaxial
f1lm may be measured or estimated based on the process times
and/or other parameters used during steps 703 and/or 704
and/or 705. If the film 1s of the desired thickness, the method
700 ends at step 707; otherwise, the method 700 returns to
step 703 and an additional deposition step (step 703), encap-
sulating step (step 704 ) and etch step (step 705) are performed
on the substrate. Steps 703, 704 and/or 705 may be repeated
until the desired film thickness 1s achieved.

FIG. 8 1s a flowchart of a fourth method 800 for employing,
Cl12 during silicon epitaxial film formation. With reference to
FIG. 8, the method 800 begins with step 801. In step 802, a
substrate 1s placed 1n a process chamber (not shown) adapted
to form epitaxial films. The process chamber may comprise
any conventional epitaxial film chamber adapted for forming
epitaxial films on one or more substrates. An exemplary epi-
taxial film chamber may be found 1n the Ep1 Centura® system
and the Poly Gen® system available from Applied Materials,
Inc., located 1n Santa Clara, Calif., although other epitaxial
f1lm chambers and/or systems may be used.

Following placement within the process chamber, the sub-
strate 1s heated to a desired substrate and/or process tempera-
ture. In at least one embodiment, a substrate and/or process
temperature of less than about 700 degrees Celsius may be
employed to improve carbon incorporation within any silicon
epitaxial layer formed within the process chamber. In a par-
ticular embodiment, a substrate and/or process temperature
range ol between about 550 to 650 degrees Celsius may be
used, and 1n yet another embodiment, a substrate and/or pro-
cess temperature of less than about 600 degrees Celsius may
be used. Other substrate and/or process temperatures may be
used, including substrate and/or process temperatures above
700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, 1n step 803 the substrate 1s exposed to at least a
s1licon source (without a carbon source) so as to form a first
s1licon epitaxial film on the substrate. For example, the sub-
strate may be exposed to a silicon source such as silane or
disilane, and a carrier gas such as nitrogen. A dopant source
such as phosphorous or boron, a germanium source or the like
also may be used (as may any other suitable sources and/or
gasses). During the epitaxial film formation process, an epi-
taxial layer may be formed on any monocrystalline surface of
the substrate while a polycrystalline layer may be formed on
any polycrystalline layer and/or any amorphous layer present
on the substrate (as previously described). HCI also may be
flowed as described previously with reference to FIG. 6.

The first silicon epitaxial film may be formed, for example,
by flowing a silicon source at a tlow rate of about 50-130 sccm
for silane (or a flow rate of about 10-40 sccm for disilane) and
a nitrogen carrier gas at a flow rate of about 20-25 slm (al-
though larger or smaller silicon source and/or carrier gas tlow
rates may be used). HCl may also be flowed as described
previously with reference to FIG. 6.

In at least one embodiment, the first silicon epitaxial film
may have a thickness of about 2 angstroms to about 100
angstroms, although other thickness may be used. For
example, a deposition time of about 1 second to about 100
seconds, and 1n one or more embodiments about 5 seconds,
may be used.

After the first silicon epitaxial film 1s formed, 1n step 804,
the substrate 1s exposed to at least a silicon source and a
carbon source so as to form a carbon-containing silicon epi-
taxial film on the substrate over the first silicon epitaxial film.
For example, the substrate may be exposed to a silicon source
such as silane or disilane, a carbon source such as methane,
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and a carrier gas such as nitrogen. A dopant source such as
phosphorous or boron, a germanium source or the like also
may be used (as may any other suitable sources and/or gas-
ses). During the epitaxial film formation process, a carbon
containing epitaxial layer may be formed on any monocrys-
talline surface of the substrate while a polycrystalline layer
may be formed on any polycrystalline layer and/or any amor-
phous layer present on the substrate (as previously
described).

In at least one embodiment, a carbon source flow rate of
approximately 1-5 sccm for methane may be used with a
s1licon source at a flow rate of about 50-1350 sccm for silane
(or of about 10-40 sccm for disilane) and a nitrogen carrier
gas at a flow rate of about 20-25 slm (although larger or
smaller silicon source and/or carrier gas flow rates may be
used). HC] may also be flowed if desired.

The carbon contaiming epitaxial film may have, for
example, a thickness of about 2 angstroms to about 100 ang-
stroms, although other thickness may be used. For example, a
deposition time of about 1 second to about 50 seconds, and 1n
one or more embodiments about 10 seconds, may be used.

After the carbon-containing silicon epitaxial film 1s
tormed, 1n step 805 the substrate 1s exposed to at least a silicon
source (without a carbon source) so as to form a second
s1licon epitaxial film on the substrate over the carbon contain-
ing silicon epitaxial film. For example, the substrate may be
exposed to a silicon source such as silane or disilane, and a
carrier gas such as nitrogen. A dopant source such as phos-
phorous or boron, a germanium source or the like also may be
used (as may any other suitable sources and/or gasses). The
presence of the second silicon epitaxial film over the carbon-
containing silicon epitaxial film may diminish the interaction
of chlorine with carbon (and/or hydrogen) in the carbon-
contaiming silicon epitaxial film (formed during step 804).
HCI1 may also be flowed as described previously with refer-
ence to FIG. 6.

The second silicon epitaxial film may be formed, for
example, by flowing a silicon source at a flow rate of about
50-1350 sccm for silane (or a flow rate of about 10-40 sccm for
disilane) and a nitrogen carrier gas at a tlow rate of about 20
to 25 slm (although larger or smaller silicon source and/or
carrier gas flow rates may be used). HCl may also be flowed
as described previously with reference to FIG. 6.

In at least one embodiment, the second silicon epitaxial
f1lm may have a thickness of about 2 angstroms to about 100
angstroms, although other thickness may be used. For
example, a deposition time of about 1 second to about 100
seconds, and 1n one or more embodiments about 5 seconds,
may be used.

In step 806, the substrate 1s exposed to CI2 so as to etch at
least the second silicon epitaxial film, and/or any other films,
tormed during step 803 (e.g., polycrystalline silicon formed
on polycrystalline and/or amorphous layers present on the
substrate and/or monocrystalline silicon formed on the car-
bon-containing silicon epitaxial film). For example, 1n at least
one embodiment, the substrate may be exposed to a Cl12 flow
rate of about 30-50 sccm and nitrogen carrier gas tlow rate of
20 slm (although larger or smaller C12 and/or nitrogen carrier
gas flow rates may be used). HCl may also be flowed as
described previously 1n reference to FIG. 5.

Following etching, the process chamber may be purged
(e.g., with mitrogen and/or another inert gas for about 20
seconds or for some other suitable time period) to remove any
Cl12 and/or any other unwanted species/by-products from the
chamber. Thereafter, in step 807, a determination 1s made as
to whether the epitaxial film formed on the substrate 1s of a
desired thickness. For example, the thickness of the epitaxial
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f1lm may be measured or estimated based on the process times
and/or other parameters used during steps 803 and/or 804
and/or 805 and/or 806. If the film 1s of the desired thickness,
the method 800 ends at step 808; otherwise, the method 800
returns to step 803 and additional deposition steps (step 803-
803), and an additional etch step (step 806) are performed on
the substrate. Steps 803, 804, 805 and/or 806 may be repeated
until the desired film thickness 1s achieved.

Themethods 700 and/or 800 (of FIGS. 7 and 8) also may be
employed to encapsulate other types of silicon epitaxial films
(in addition to carbon contaimng epitaxial films). For
example, an additional element source such as a source of
germanium, boron, phosphorous or the like may be used
during step 703 (FIG. 7) or step 804 (FIG. 8) to form an
additional element containing silicon epitaxial film. The addi-
tional element containing silicon epitaxial film then may be
encapsulated during step 704 or step 805 1n a manner similar
to that described with reference to FIGS. 7 and 8 (e.g., to
avold exposing the additional element contaiming silicon epi-
taxial film to CI2 during step 705 or step 806).

FIG. 9 1s a block diagram of an exemplary epitaxial film
formation system 900. With reference to FIG. 9, the system
900 1ncludes an epitaxial chamber 902 that includes a sub-
strate support 904 and at least one heating module 906. The
substrate support 904 1s adapted to support a substrate 908
during epitaxial film formation within the epitaxial chamber
902; and the heating module 906 1s adapted to heat the sub-
strate 908 during epitaxial film formation within the epitaxial
chamber 902. More than one heating module, and/or other
heating module locations may be used. The heating module
906 may include, for example, a lamp array or any other
suitable heating source and/or element.

The system 900 also includes a gas supply 910 and an
exhaust system 912 coupled to the epitaxial chamber 902, and
a controller 914 coupled to the epitaxial chamber 902, the gas
supply 910 and/or the exhaust system 912. The gas supply
910 may include a source and/or delivery system for any
source, carrier, etchant, dopant or other gasses employed by
the epitaxial chamber 902. The exhaust system 912 may
include any suitable system for exhausting waste gasses,
reaction products, or the like from the chamber 902, and may
include one or more vacuum pumps.

The controller 914 may include one or more microproces-
sors and/or microcontrollers, dedicated hardware, a combi-
nation the same, etc., that may be employed to control opera-
tion of the epitaxial chamber 902, the gas supply 910 and/or
the exhaust system 912. In at least one embodiment, the
controller 914 may be adapted to employ computer program
code 916 for controlling operation of the system 900. For
example, the controller 914 may perform or otherwise 1nitiate
one or more of the steps of any of the methods/processes
described herein, including methods 500, 600, 700 and 800 of
FIGS. 5-8. Any computer program code that performs and/or
initiates such steps may be embodied as a computer program
product. Each computer program product described herein
may be carried by a medium readable by a computer (e.g., a
carrier wave signal, a floppy disc, a compact disc, a DVD, a
hard drive, a random access memory, etc.).

Both Cl12 and HCI may be employed during a selective
Si-containing deposition process, such as a co-flow process
(e.g., a selective epitaxy process in which deposition and etch
reactions occur simultaneously). Additionally, both CI2 and
HC1 may be used to treat a surface of a Si-containing film or
to form source/drain recess areas ol metal oxide semiconduc-
tor field effect transistor (MOSFET) devices through silicon
ctch. Exemplary surface treatment processes and/or pro-
cesses for forming source/drain recess areas of MOSFET
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devices that may benefit from a combined C12/HCI flow in are
described 1n U.S. patent application Ser. No. 11/047,323,
filed Jan. 31, 20035, which 1s hereby incorporated by reference
herein 1n 1ts entirety. During an AGS process, etch and depo-
sition steps may be performed at different temperatures. For
example, a deposition temperature may be lower than an etch
temperature so as to increase substitutional carbon ncorpo-
ration. In one particular embodiment, a substrate temperature
of about 650° C. or less may be used during deposition and a
substrate temperature of greater than about 650° C. may be
used during etching.

Use of Carbon Precursors During Epitaxial Film Formation

When employing a conventional selective epitaxial pro-
cess or an AGS process, it may be advantageous to utilize
specific carbon precursors within certain temperature and

pressure ranges. The present mvention provides carbon pre-
cursors and operating parameters for use with conventional

epitaxial processes and/or AGS processes (e.g., so as to
improve substitutional incorporation of carbon in a silicon
lattice during epitaxial film formation).

FIRST EXEMPLARY EMBODIMENT

In a first embodiment of the invention, S1:C or S1Ge:C may
be formed using an AGS process and a carbon source such as
S1IH3CH3, SiH2(CH3)2, SitH(CH3)3, Si(CH3)4, 1,3-disila-
butane, C2H2, etc. Turning to FIG. 10, an exemplary process
1000 starts at step 1002. In step 1004, a substrate 1s placed 1n
a process chamber (not shown) adapted to form epitaxial
films. The process chamber may comprise any conventional
epitaxial film chamber adapted for forming epitaxial films on
one or more substrates. An exemplary epitaxial film chamber
may be found 1n the Ep1 Centura® system and the Poly Gen®
system available from Applied Materials, Inc., located 1n
Santa Clara, Calif., although other epitaxial film chambers
and/or systems may be used.

Following placement within the process chamber, the sub-
strate 1s heated to a desired substrate and/or process tempera-
ture 1n step 1006. In at least one embodiment, a substrate
and/or process temperature of less than about 700 degrees
Celstus may be employed to improve carbon incorporation
within any silicon epitaxial layer formed within the process
chamber. In a particular embodiment, a substrate and/or pro-
cess temperature range of between about 550 to 650 degrees
Celstus may be used, and 1n yet another embodiment, a sub-
strate and/or process temperature of less than about 600
degrees Celsius may be used. Other substrate and/or process
temperatures may be used, including substrate and/or process
temperatures above 700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, the substrate 1s exposed to at least a silicon
source and a carbon source so as to form a carbon-containing
silicon epitaxial film on the substrate 1n step 1008. For
example, the substrate may be exposed to a silicon source
such as silane, a carrier gas such as nitrogen, a dopant source
such as phosphorous or boron or the like. Any other suitable
s1licon source, carrier gas, dopant source, or other gas may be
used, such as a germanium source or any of the gases previ-
ously described herein. A carbon source such as SIH3CH3,
S1IH2(CH3)2, SiH(CH3)3, Si1(CH3)4, 1,3-disilabutane,
C2H2, etc., may be used. During the epitaxial film formation
process, an epitaxial layer may be formed on any monocrys-
talline surface of the substrate while a polycrystalline layer
may be formed on any polycrystalline layer and/or any amor-
phous layer present on the substrate (as previously

described).
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After deposition, the substrate 1s exposed to an etchant gas
such as HCI1, HCI] and CI12, etc., so as to etch the silicon
epitaxial film and/or any other films formed on the substrate
(e.g., polycrystalline silicon formed on polycrystalline or
amorphous layers present on the substrate) in step 1010. Note
that the epitaxial film formed on monocrystalline surfaces of
the substrate etches slower than any other films formed.

The presence of HCl during etching may reduce the
aggressiveness of Cl12, even for reduced substrate and/or pro-
cess temperatures at which little HCI may dissociate (e.g.,
about 600 degrees Celsius or less). In at least one embodi-
ment, a substantially larger tlow rate of HCI, relative to Cl2,
may be employed. For example, 1n at least one embodiment,
an HCI tlow rate of approximately 6 to 10 times the flow rate
of C12 may be used (although larger or smaller HC1/CI2 ratios
may be used). In one particular embodiment, an HCI flow rate
of about 300 sccm, a Cl2 flow rate of about 30-50 sccm and a
nitrogen carrier gas flow rate of about 10-50 slm (e.g., about
20-25 slm) may be used. Other flow rates/ratios may be
employed.

Following etching, the process chamber may be purged
(e.g., with mitrogen and/or another inert gas for about 20
seconds or for some other suitable time period) to remove any
Cl12 and/or any other unwanted species/by-products from the
chamber 1n step 1012. Thereatter, a determination 1s made as
to whether the epitaxial film formed on the substrate 1s of a
desired thickness 1n step 1014. For example, the thickness of
the epitaxial film may be measured or estimated based on the
process times and/or other parameters used. If the film 1s of
the desired thickness, the process ends at step 1016; other-
wise, an additional deposition and etch step are performed on
the substrate by returning to step 1008. Deposition and etch
steps may be repeated until the desired film thickness 1s
achieved.

Second Exemplary Embodiment

In a second embodiment of the invention, S1:C or S1Ge:C
may be formed using a conventional selective or nonselective
epitaxial film formation process, an AGS process or any other
epitaxial film formation process and a carbon source such as
S1IH2(CH3)2, SiH(CH3)3, Si(CH3)4, 1.,3-disilabutane,
C2H2, etc. at a temperature of greater than about 250 degrees
Celsius and a pressure greater than about 1 Torr. Turning to
FIG. 11, an exemplary method 1100 starts at step 1102. In
step 1104, a substrate 1s placed 1n a process chamber (not
shown) adapted to form epitaxial films. The process chamber
may comprise any conventional epitaxial film chamber
adapted for forming epitaxial {films on one or more substrates.
An exemplary epitaxial film chamber may be found in the Ep1
Centura® system and the Poly Gen® system available from
Applied Maternials, Inc., located in Santa Clara, Calif.,
although other epitaxial film chambers and/or systems may
be used.

Following placement within the process chamber, the sub-
strate 1s heated to a desired substrate and/or process tempera-
ture 1n step 1106. In at least one embodiment, a substrate
and/or process temperature of less than about 700 degrees
Celsius may be employed to improve carbon incorporation
within any silicon epitaxial layer formed within the process
chamber. In a particular embodiment, a substrate and/or pro-
cess temperature range of between about 530 to 650 degrees
Celsius may be used, and 1n yet another embodiment, a sub-
strate and/or process temperature of less than about 600
degrees Celsius may be used. Other substrate and/or process
temperatures may be used, including substrate and/or process
temperatures above 700 degrees Celsius. For example, a tem-
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perature of greater than about 250 degrees Celsius and a
pressure greater than about 1 Torr may be used.

After the desired substrate and/or process temperature has
been reached, the substrate 1s exposed to at least a silicon
source and a carbon source so as to form a carbon-containing
silicon epitaxial film on the substrate 1in step 1108. For
example, the substrate may be exposed to a silicon source
such as silane, a carrier gas such as nitrogen, a dopant source
such as phosphorous or boron or the like. Any other suitable
s1licon source, carrier gas, dopant source, or other gas may be
used, such as a germanium source or any of the gases previ-
ously described herein. A carbon source such as S1IH2(CH3)2,
S1H(CH3)3, S1{(CH3)4, 1,3-disilabutane, C2H2, etc., may be
used. During the epitaxial film formation process, an epitaxial
layer may be formed on any monocrystalline surface of the
substrate while a polycrystalline layer may be formed on any
polycrystalline layer and/or any amorphous layer present on
the substrate (as previously described).

After deposition, in step 1110, the substrate 1s exposed to
an etchant gas such as HCI, HCl and C12, etc., so as to etch the
silicon epitaxial film and/or any other films formed on the
substrate (e.g., polycrystalline silicon formed on polycrystal-
line or amorphous layers present on the substrate). Note that
the epitaxial film formed on monocrystalline surfaces of the
substrate etches slower than any other films formed.

The presence of HCl during etching may reduce the
aggressiveness of Cl2, even for reduced substrate and/or pro-
cess temperatures at which little HCl may dissociate (e.g.,
about 600 degrees Celsius or less). In at least one embodi-
ment, a substantially larger flow rate of HCI, relative to C12,
may be employed. For example, 1n at least one embodiment,
an HCI flow rate of approximately 6 to 10 times the flow rate
of C12 may be used (although larger or smaller HCI/C12 ratios
may be used). In one particular embodiment, an HCI flow rate
of about 300 sccm, a C12 flow rate of about 30-50 sccm and a
nitrogen carrier gas flow rate of about 10-50 slm (e.g., about
20-25 slm) may be used. Other flow rates/ratios may be
employed.

Following etching, the process chamber may be purged
(e.g., with mitrogen and/or another inert gas for about 20
seconds or for some other suitable time period) to remove any
Cl12 and/or any other unwanted species/by-products from the
chamber 1n step 1112. Thereafter, in step 1114, a determina-
tion 1s made as to whether the epitaxial film formed on the
substrate 1s of a desired thickness. For example, the thickness
of the epitaxial film may be measured or estimated based on
the process times and/or other parameters used. It the film 1s
of the desired thickness, the process ends at step 1116; oth-
erwise, additional deposition and etch steps are performed on
the substrate by returning to step 1108. Deposition and etch
steps may be repeated until the desired film thickness 1s
achieved.

Third Exemplary Embodiment

In a third embodiment of the invention, S1C may be formed
using a selective epitaxial film formation process and a car-
bon source such as SiH3CH3, S1tH2(CH3)2, SiH(CH3)3,
S1(CH3)4, 1,3-disilabutane, C2H2, etc., on silicon-on-insu-
lator (SOI) substrates, bulk substrates, etc., for recess source/
drain MOSFET applications. Turning to FIG. 12, a third
exemplary method 1200 starts at step 1202. In step 1204, a
substrate 1s placed 1n a process chamber (not shown) adapted
to form epitaxial films. The process chamber may comprise
any conventional epitaxial film chamber adapted for forming
epitaxial films on one or more substrates. An exemplary epi-
taxial film chamber may be found 1n the Ep1 Centura® system
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and the Poly Gen® system available from Applied Materials,
Inc., located 1n Santa Clara, Calif., although other epitaxial
f1ilm chambers and/or systems may be used.

Following placement within the process chamber, 1n step
1206, the substrate 1s heated to a desired substrate and/or
process temperature. In at least one embodiment, a substrate
and/or process temperature of less than about 700 degrees
Celsius may be employed to improve carbon incorporation
within any silicon epitaxial layer formed within the process
chamber. In a particular embodiment, a substrate and/or pro-
cess temperature range of between about 5350 to 650 degrees
Celsius may be used, and 1n yet another embodiment, a sub-
strate and/or process temperature of less than about 600
degrees Celsius may be used. Other substrate and/or process
temperatures may be used, including substrate and/or process
temperatures above 700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, 1n step 1208, the substrate 1s exposed to at least
a silicon source, a carbon source and an etchant source so as
to form a carbon-containing silicon epitaxial film on the sub-
strate. For example, the substrate may be exposed to a silicon
source such as silane, a carrier gas such as nitrogen or hydro-
gen, an etchant gas such as HCI, a dopant source such as
phosphorous or boron or the like. Any other suitable silicon
source, carrier gas, dopant source, etchant source or other gas
may be used, such as a germanium source or any of the gases
previously described herein. A carbon source such as
S1H3CH3, S1H2(CH3)2, SitH(CH3)3, Si(CH3)4, 1,3-disila-
butane, C2H2, etc., may be used. The resulting epitaxial film
may be used for recess source/drain MOSFET applications.

The method 1200 ends at step 1210.

Fourth Exemplary Embodiment

In a fourth embodiment of the invention, S1:C or S1Ge:C
may be formed using a non-selective process and a carbon
source such as S1IH2(CH3)2, S1H(CH3)3, S1{(CH3)4, 1,3-dis1-
labutane, C2H2, etc. for channel formation of a MOSFET
device. Turning to FIG. 13, a fourth exemplary method 1300
starts at step 1302. In step 1304, a substrate 1s placed 1n a
process chamber (not shown) adapted to form epitaxial films.
The process chamber may comprise any conventional epi-
taxial film chamber adapted for forming epitaxial films on
one or more substrates. An exemplary epitaxial film chamber
may be found 1n the Ep1 Centura® system and the Poly Gen®
system available from Applied Materials, Inc., located 1n
Santa Clara, Calif., although other epitaxial film chambers
and/or systems may be used.

Following placement within the process chamber, 1n step
1306, the substrate 1s heated to a desired substrate and/or
process temperature. In at least one embodiment, a substrate
and/or process temperature of less than about 700 degrees
Celsius may be employed to improve carbon incorporation
within any silicon epitaxial layer formed within the process
chamber. In a particular embodiment, a substrate and/or pro-
cess temperature range of between about 530 to 650 degrees
Celsius may be used, and 1n yet another embodiment, a sub-
strate and/or process temperature of less than about 600
degrees Celsius may be used. Other substrate and/or process
temperatures may be used, including substrate and/or process
temperatures above 700 degrees Celsius.

After the desired substrate and/or process temperature has
been reached, 1n step 1308, the substrate 1s exposed to at least
a silicon source and a carbon source so as to form a carbon-
containing silicon epitaxial film on the substrate. For
example, the substrate may be exposed to a silicon source
such as silane, a carrier gas such as nitrogen, a dopant source
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such as phosphorous or boron or the like. Any other suitable
s1licon source, carrier gas, dopant source, or other gas may be
used, such as a germanium source or any of the gases previ-
ously described herein. A carbon source such as SIH2(CH3)2,
S1H(CH3)3, S1(CH3)4, 1,3-disilabutane, C2H2, etc., may be
used. During the epitaxial film formation process, an epitaxial
layer may be formed on any monocrystalline surface of the
substrate while a polycrystalline layer may be formed on any
polycrystalline layer and/or any amorphous layer present on
the substrate (as previously described).

After deposition, in step 1310, the substrate 1s exposed to
an etchant gas such as HCI, HCl and C12, etc., so as to etch the
silicon epitaxial film and/or any other films formed on the
substrate (e.g., polycrystalline silicon formed on polycrystal-
line or amorphous layers present on the substrate). Note that
the epitaxial film formed on monocrystalline surfaces of the
substrate etches slower than any other films formed.

The presence of HCl during etching may reduce the
aggressiveness of Cl12, even for reduced substrate and/or pro-
cess temperatures at which little HCl may dissociate (e.g.,
about 600 degrees Celsius or less). In at least one embodi-
ment, a substantially larger tlow rate of HCI, relative to C12,
may be employed. For example, 1n at least one embodiment,
an HCI tflow rate of approximately 6 to 10 times the tlow rate
of C12 may be used (although larger or smaller HCI/C12 ratios
may be used). In one particular embodiment, an HCI flow rate
of about 300 sccm, a C12 flow rate of about 30-50 sccm and a
nitrogen carrier gas flow rate of about 10-30 slm (e.g., about
20-25 slm) may be used. Other flow rates/ratios may be
employed.

Following etching, 1n step 1312, the process chamber may
be purged (e.g., with nitrogen and/or another inert gas for
about 20 seconds or for some other suitable time period) to
remove any Cl2 and/or any other unwanted species/by-prod-
ucts from the chamber. Thereatter, 1n step 1314, a determina-
tion 1s made as to whether the epitaxial film formed on the
substrate 1s of a desired thickness. For example, the thickness
of the epitaxial film may be measured or estimated based on
the process times and/or other parameters used. If the film 1s
of the desired thickness, the process ends at step 1316; oth-
erwise, an additional deposition and etch step are performed
on the substrate by returning to step 1308. Deposition and
ctch steps may be repeated until the desired film thickness 1s
achieved. The resulting epitaxial film may be used during
formation of a channel of a MOSFET device, or for any other
suitable application.

While the foregoing 1s directed to embodiments of the
present invention, other and further embodiments of the
invention may be devised without departing from the basic
scope thereof, and the scope thereof 1s determined by the
claims that follow.

The mvention claimed 1s:

1. A method of forming an epitaxial film on a substrate
comprising:

(a) providing a substrate;

(b) exposing the substrate to a silicon source and at least
one of S1H2(CH3)2, StH(CH3)3, S1{CH3)4, 1,3-disila-
butane, and C2H2, at a temperature of greater than about
250 degrees Celsius and a pressure greater than about 1
Torr so as to form an epitaxial {ilm on at least a portion
of the substrate; and

(c) exposing the substrate to an etchant so as to etch the
epitaxial {ilm and any other films formed during step (b),
the etchant comprising a compound from the group con-
sisting of HCI and Cl2, and combinations thereof,
wherein a larger tlow rate of HCI relative to Cl2 1s
employed.
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2. The method of claim 1 wherein the substrate 1s exposed
to the silicon source and at least one of S1H2(CH3)2, SiH

(CH3)3, S1(CH3)4, 1,3-disilabutane, and C2H2, at the same

time the substrate 1s exposed to the etchant.
3. The method of claim 1, wherein the HCI flow rate 1s

about 6-10 times greater than the flow rate of CI12.

4. The method of claim 1, wherein the temperature 1s less
than about 700 degrees Celsius.

5. The method of claim 1, further comprising repeating,
steps (b) and (c) at least once.

6. A method of forming an epitaxial film on a substrate
comprising;

(a) providing a substrate;

(b) exposing the substrate to a silicon source and at least
one of S1H2(CH3)2, SiH(CH3)3, S1{CH3)4, 1,3-disila-
butane, and C2H2, so as to form an epitaxial film on at
least a portion of the substrate; and

(¢) exposing the substrate to an etchant so as to etch the
epitaxial {ilm and any other films formed during step (b),
the etchant comprising a compound from the group con-
sisting of HCI1 and Cl2, and combinations thereof, and
wherein a larger tlow rate of HCI relative to Cl2 1s
employed.

7. The method of claim 6, wherein exposing the substrate to

a silicon source and at least one of S1H2(CH?3)2, S1tH(CH3)3,
S1(CH3)4, 1,3-disilabutane, and C2H2, occurs before expos-
ing the substrate to the etchant.

8. The method of claim 6, wherein the HCI flow rate 1s

about 6-10 times greater than the flow rate of CI12.

9. The method of claim 6, further comprising repeating,

steps (b) and (c) at least once.

10. A method of forming an epitaxial film on a substrate

comprising:

(a) providing a substrate, wherein the substrate 1s at least
one of a silicon-on-insulator substrate and a bulk sub-
strate, for use 1n recess source/drain metal oxide semi-
conductor field effect transistors:

(b) exposing the substrate to a silicon source and at least
one of SIH2(CH3)2, SiH(CH3)3, S1{CH3)4, 1,3-disila-
butane, and C2H2, so as to form an epitaxial film on at
least a portion of the substrate; and

(c) exposing the substrate to an etchant so as to etch the
epitaxial {ilm and any other films formed during step (b),
wherein the etchant comprises a compound from the
group consisting of HCl and Cl2, and combinations
thereof, and further wherein a larger tlow rate of HCI
relative to C12 1s employed.

11. The method of claam 10 wherein the substrate 1s
exposed to the silicon source and at least one of S1H2(CH3)2,
S1H(CH3)3, S1(CH3)4, 1,3-disilabutane, and C2H2, at the
same time the substrate 1s exposed to the etchant.

12. The method of claim 10, wherein the HCI flow rate 1s
about 6-10 times greater than the flow rate of CI12.

13. The method of claim 10, further comprising repeating
steps (b) and (c) at least once.

14. A method of forming an epitaxial film on a substrate
comprising;

(a) providing a substrate;

(b) exposing the substrate to a silicon source and at least
one of S1iH2(CH3)2, SiH(CH3)3, S1{CH3)4, 1,3-disila-
butane, and C2H2, so as to form an epitaxial film on at
least a portion of the substrate; and

(c) exposing the substrate to an etchant so as to etch the
epitaxial film and any other films formed during step (b)
for forming channels for metal oxide semiconductor
field effect transistor devices, the etchant comprising a
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compound from the group consisting of HCI and CI2, 19. The method of claim 14, further comprising;:

and combinations thereof and wherein a larger flow rate purging a process chamber housing the substrate receiving

of HCl relative to C12 is employed. the epitaxial film to remove atleast one of 1) any C12 and
2) any unwanted species/by-products from the process

15. The method of claim 14 wherein the substrate is

exposed to the silicon source and at least one of SIH2(CH?3)2,
S1H(CH3)3, S1(CH3)4, 1,3-disilabutane, and C2H2, at the

5 chamber.
20. The method of claim 19, further comprising:
determining whether the epitaxial film 1s of a predefined

same time the substrate 1s exposed to the etchant. thickness.
16. The method of claim 14, wherein the HCI flow rate is 21. The method of claim 20, wherein the thickness deter-
about 6-10 times greater than the flow rate of CI12. 10 mination 1s based on a process time.

22. The method of claim 20, wherein steps (b) and (c) are
repeated 11 the epitaxial film 1s less than the predefined thick-
ness.

17. The method of claim 14, further comprising repeating
steps (b) and (c) at least once.

18. The method of claim 14, wherein the silicon source 1s
silane. ok ok k%
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